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(54) [Title of the Invention] 

Organic EL Element and Manufacturing the Same and Organic EL display 
(57) [Abstract] 

[Problem to be Solved] To provide an organic EL element or the like with high 
reliability and excellent light-emitting efficiency, of which a positive electrode contact 
layer of a laminated organic thin film layer is prevented from crystallization and the 
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thermal stability is improved without damaging the electric characteristics, 
pvieans for Solving the Problem] The organic EL element has a laminated organic thin 
film layer between a positive electrode and a negative electrode, and a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer is 
either (1) containing amines and at least one kind of compound selected firom 
phthalocyanines, porphyrins and carbazoles, (2) containing an organic low molecular 
compound and an inorganic compound, (3) having a laminated structure in which 
different organic low molecular compounds are laminated, (4) containing at least one 
kind of organic low molecular compound selected from amines, phthalocyanines, 
porphyrins and carbazoles; and a movement-restraining compoxmd restraining 
movement of holes, or (5) formed into a pattern in a single pixel. 
[Selected Drawing] 

[Scope of Claims] 
[Claun 1] 

An organic EL element characterized by comprising a laminated organic thin film layer 
between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer 
contains amines and at least one kind of compound selected from phthalocyanines, 
porphyrins and carbazoles. 
[Claim 2] 

An organic EL element characterized by comprising a laminated organic thin film layer 
between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer has a 
laminated structure in which an organic low molecular compound and an inorganic 
compound are laminated alternately. 
[Claun 3] 

An organic EL element characterized by comprising a laminated organic thin film layer 
between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin fikn layer 
contains at least one kind of organic low molecular compound selected from amines, 
phthalocyanines, porphyrins and carbazoles; and a movement-restraining compound 
restraining movement of holes. 
[Claim 4] 

A method for manufacturing an organic EL element to form the organic EL element 
according to any one of Claims 1 to 3, which is characterized by comprising the step of 
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forming a positive electrode contact layer by codeposition of at least two kinds of low 

molecular compounds on a positive electrode. 

[Claims] 

An organic EL display using the organic EL element according to any one of Claims 1 
to 3. 

PDetailed Description of the Invention] 
[0001] 

[Field of the Invention] 

The present invention relates to an organic EL element with high reliability and 
excellent light-emitting eflBciency, of which a positive electrode contact layer of a 
lanodnated organic thin film layer is prevented from crystallization and the thermal 
stability is improved without damaging the electric characteristics, and an efBcient 
manufacturing method of the organic EL element; and an organic EL display with high 
reliability and high performance, having no short-circuiting of a pixel, of which 
time-course decrease in light-emitting luminance is effectively prevented. 
[0002] 
[Prior Art] 

An organic EL element is characterized by being self-luminous, fast response and the 
like, and its application to a flat panel display is expected. Generally, the organic EL 
element has an organic thin film layer between a pair of electrodes. The organic thin 
fihn layer is generally designed to have a laminated structure in which a hole injection 
layer, a hole transport layer, a light-emitting layer, an electron transport layer and the 
like are laminated, from the viewpoint of spatially separating each ftinction of charge 
injection, transport and recombination so as to improve light-emitting ejSiciency. 
[0003] 

As materials for the hole injection and transport layer or the hole injection layer, organic 
low molecular compounds such as phthalocyanines and aromatic amines, of which hole 
injection barrier is low and hole mobility is high, are widely used generally. However, 
in the case of these organic low molecular compounds, they are thermally unstable and 
there are following problems. 

That is, as for a laminated organic EL element 10 shown in Fig. 1, an organic thin film 
layer including a hole injection and transport layer 3 and a light-emitting layer 4 is 
sandwiched between a positive electrode 14 and a negative electrode 22, and the hole 
injection and transport layer 3 of the organic EL element 10 is formed over a glass 
substrate 12 on which an indium tin oxide (ITO) as the positive electrode 14 is formed. 
In the organic EL element 10, due to bumps on the ITO and heat treatment for lowering 



3/44 



English Translation of IP2005-26121 



resistance of the ITO, roughness arises on a surface of the ITO, and the tiiickness of the 
hole injection and transport layer deposited thereon becomes uneven, sometimes. In 
this case, when a voltage is applied between the positive electrode 14 and the negative 
electrode 22, local concentration of a current occurs, and local heating occurs. At this 
time, in the case where materials constitutiag the organic thin fihn layer are the organic 
low molecular compounds of which glass-transition temperature (Tg) is low and 
movement easily occurs, the organic thin fihn layer is crystallized, which leads to 
problems such as short-circuiting of a pixel and time-course decrease in luminance. 
[0004] 

Materials for the hole injection and transport layer and the hole injection layer which 
have been used conventionally . are: N,N'-diphenyl-N,N'-bis 
(3-methylphenyl)-l,r-biphenyl-4,4'-diamine (TPD) of which the glass-transition 
temperature (hereinafter may be referred to as "Tg") is 63 °C shown by the structure 
formula (1) below; N,N'-diphenyl-N,N'-bis (a-naphthyl)-l,r-biphenyl-4,4' -diamine 
(a-NPD) of which the Tg is 95 °C; l,r-bis (4-di-para-tolylaminophenyl) cyclohexane 
(TPAC) of which the Tg is 79 °C; 4,4',4"-tri [3-methylphenyl (phenyl) amino] 
triphenylamine (m-MTDATA) of which the Tg is 75 °C; and the like. Any of these are 
organic low molecular compounds of which the Tg is 100 °C or less and symmetry of 
molecules is high. 
[0005] 
[Chem 1] 

[0006] 

Furthermore, when materials for the hole injection and transport layer and the hole 
injection layer are the organic low molecular compoimds of which planarity of 
molecules is high, having a structure in which associations between molecules are easy 
to occur, there is a problem that crystallization easily occurs. For example, in the case 
of copper phthalocyanine (CuPc) shown by the structure formula (2) below and has 
been used as a material for a hole injection layer conventionally, the planarity of 
molecules is high and an associate is easily formed, and furthermore the ionization 
potential (IP) is small, and it has an electric characteristic that holes can be injected 
efficiently. Therefore, in the case of a conventional organic EL element having a 
two-layer structure in which a hole injection layer is formed using the copper 
phthalocyanine and a hole transport layer is laminated thereon, there are problems that 
crystallization occurs in the hole injection layer, roughness arises on the surface, and the 
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thickness becomes uneven. 

[0007] 

[Chem2] 

[0008] 

Then, as materials for the hole injection and transport layer and the hole injection layer, 
which do not have such problems, (A) a material which can improve the Tg, (B) a 
material having a steric hindrance structure restraining movement of molecules, without 
damaging electric characteristics required for these materials are considered, and use of 
4,4',4"-tri [2-naphthyl (phenyl) amino] triphenylamine (2-nSfATA (Tg= 113 °C): 
structure formula (3) below) as starburst structuring of a triphenylamine unit (refer to 
Nonpatent Document 1), a multimerized (tetrameric) triphenylamine unit (NTPA (Tg 
=148 °C: structure formula (4) below)) (refer to Nonpatent Document 2) and the like are 
proposed. 

However, in the case of these materials, there is a problem that the electric 
characteristics such as ionization potential (IP) and hole mobility ()x) are changed by the 
change of molecular structure and it is difficult to control them in desired ranges. 
[0009] 
[Chem3] 



[0010] 
[Chem4] 

[0011] 

Furthermore, when newly obtaining (A) a material which can improve the Tg, or (B) a 
material having a steric hindrance structure restraining movement of molecules, 
maintaining the electric characteristics, by molecular design and molecular synthesis, as 
materials for the hole injection and transport layer and the hole hijection layer, there is a 
problem that the time and cost increase greatly. 
[0012] 

On the contrary, an organic thin film light-emitting element provided with a hole 
injection layer where a hole injection material is dispersed in a high polymer compound 
such as a polystyrene resin which is not crystallized by a heat treatment is proposed 
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(refer to Patent Document 1). In addition, an organic EL element provided with a hole 
transport layer by applying a high molecular compound having a hole transport property 
directly on a positive electrode is also proposed. However, in these cases, film 
forming equipment (spin coat fihn forming equipment, ink-jet film forming equipment 
or the like, for example) is newly required. In addition, there are also problems that: 
since the hole injection and transport layer and the hole injection layer are formed under 
an atmospheric pressure, they are susceptible to the atmosphere, and reproducibility of 
the interfacial quality with a low molecular film deposited thereon becomes low; and, 
since the process is discontinuous with application and deposition mixed, the 
productivity is decreased. 
[0013] 

On the other hand, an organic electroliurinescence element with the hole transport layer 
formed of two or more kinds of aromatic amines is proposed (refer to Patent Document 
2). In the case of the organic electroluminescence element, since molecular structures 
of the two or more kinds of aromatic amines are similar to one another, when molecular 
weight of the aromatic amines is small, there is a possibility that steric hindrance does 
not fimction well, and when molecular weight of the aromatic amines is large, thermal 
decomposition occurs at the time of deposition, which is a problem. Furthermore, in 
this case, only a metal complex with 8-hydroxyquinoline as ligand can be used as a 
material for a light-emitting layer laminated thereon, so there is a problem that the 
versatility is low. 
[0014] 

In addition, an organic EL element with the hole injection layer and the hole transport 
layer containing a mixture of tertiary aromatic amine and polycyclic aromatic 
hydrocarbons compound is proposed (refer to Patent Document 3). However, in this 
case, planarity of the polycyclic aromatic hydrocarbons compound is too high, 
restraining effect of crystallization of the hole injection layer and the hole transport 
layer strongly depends on the mixing ratio of the polycyclic aromatic hydrocarbons 
compound and the tertiary aromatic amine, and reproducibility is low, which is a 
problem. 
[0015] 

Furthermore, an organic electroluminescence element with a buffer layer provided 
contacting with a negative electrode of a pair of electrodes containing a mixture of a 
porphyrin compotmd and a metal of which work fimction is 4.0 eV or more, or a 
mixture of an aromatic amine compound and a metal of which work fimction is 4.0 eV 
or more is proposed (refer to Patent Document 4). However, ui this case, the buffer 
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layer is provided contacting with the negative electrode, not a positive electrode, so 
there is a problem that thermal stability of a positive electrode contact layer contacting 
with the positive electrode cannot be improved and crystallization cannot be restrained. 
[0016] 

Furthermore, an organic EL element with the hole injection layer containing an aromatic 
tertiary amine derivative or a phthalocyanine derivative is proposed (refer to Patent 
Document 5). However, in this case, tihie aromatic tertiary amine derivative or the 
phthalocyanine derivative can be only used by itself, and it is impossible to improve the 
Tg or restrain movement of molecules without damaging the electric characteristics 
required for the hole injection layer and the hole transport layer, which is a problem. 
[0017] 

Therefore, an organic EL element with high reliability, of which the positive electrode 
contact layer of the laminate-formed organic thin film layer is prevented from 
crystallization and the thermal stability is improved without damaging the electric 
characteristics has not been provided yet, in the present circumstances. 
[0018] 

[Nonpatent Document 1] 

Appl. Phys. Lett., 75, 3252 (1999) 

[Nonpatent Document 2] 

SEI Technical Review, 158, 61, (1999) 

[Patent Document 1] 

Japanese Patent Laid-Open Publication No. 5-21 163 
[Patent Document 2] 

Japanese Patent Laid-Open Publication No. 7-312289 
[Patent Document 3] 

Japanese Patent Laid-Open Publication No. 10-255985 
[Patent Document 4] 

Japanese Patent Laid-Open Publication No. 1 1-297474 
[Patent Document 5] 

Japanese Patent Laid-Open Publication No. 1 1-265788 
[0019] 

[Problem to be Solved by the Invention] 

The present invention is to solve problems of conventional cases and achieve the 
following object. That is, it is an object of the invention to provide an organic EL 
element with high reliability, of which a positive electrode contact layer of a laminated 
organic thin film layer is prevented from crystallization and the thermal stability is 
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improved without damaging the electric characteristics and manufacturing method of 
the same, and an organic EL display with high reliability, having no short-circuiting of a 
pixel, of which time-course decrease in light-emitting luminance is effectively 
prevented. 
[0020] 

[Means for Solving the Problem] 

Means for solving the problem are as described later in Additional Statements 1 to 27. 
An organic EL element of the invention has a laminated organic thin film layer between 
a positive electrode and a negative electrode, and a positive electrode contact layer 
contacting with the positive electrode of the organic thin film layer is either (1) 
containing amines and at least one kind of compound selected jfrom phthalocyanines, 
porphyrins and carbazoles, which is a first form, (2) containing an organic low 
molecular compound selected jfrom compounds having a hole injection property, and an 
inorganic compound, which is a second form, (3) having a laminated structure in which 
different organic low molecular compounds selected from compounds having a hole 
injection property are laminated, which is a third form (4) containing at least one kind 
of organic low molecular compound selected from compoxmds having a hole injection 
property (amines, phthalocyanines, porphyrins and carbazoles); and a 
movement-restraining compoimd restraining movement of holes, which is a fourth form, 
or (5) having different organic compounds selected from the compounds having a hole 
injection property, arranged in a plane, adjacent to each other, which is a fifth form. 
In the invention, amines, phthalocyanines, porphyrins and carbazoles are called 
"compounds having a hole injection property", sometimes. 

As for the organic EL element, thermal stability of the positive electrode contact layer 
(the hole injection layer, the hole transport layer, the hole injection and transport layer, 
or the like, for example) contacting with the positive electrode is improved, and 
crystallization is restrained. As a result, the reliability is high. 
[0021] 

A manufacturing method of an organic EL element of the invention is a method for 
manufacturing the organic EL element of the invention, either (1) including the step of 
forming a positive electrode contact layer by codeposition of at least two kinds of low 
molecular compounds on a positive electrode, which is a first mode, (2) including the 
step of forming a positive electrode contact layer by continuously laminating at least 
two kinds of low molecular compounds alternately on a positive electrode by vacuum 
deposition, which is a second mode, or (3) including the step of forming a positive 
electrode contact layer by applying at least two kinds of organic low molecular 
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compounds spatially separately in a positive electrode corresponding to one pixel, using 
a shadow mask, which is a third mode. 

In the manufacturing method of the organic EL element of the invention, the positive 
electrode contact layer is continuously formed effectively in the case of the first mode, 
the positive electrode contact layer is continuously laminated effectively in the case of 
the second mode, and the positive electrode contact layer is effectively applied 
separately in the case of the third mode. 
[0022] 

An organic EL display of the invention is made using the organic EL element of the 
invention. 

Therefore, the organic EL display of the invention has high reliability, siace the 
short-circuiting of a pixel and time-course decrease in light-emitting luminance are 
efficiently restrained. 
[0023] 

[Embodiments] 
(Organic EL element) 

An organic EL element of the invention has a laminated organic thin film layer between 
a positive electrode and a negative electrode, and also has other layers selected 
arbitrarily according to need. 

The organic thin film layer has a laminated structure, and includes a positive electrode 
contact layer contacting with the positive electrode, a light-emitting layer, a negative 
electrode contact layer contacting with the negative electrode, and the like, for example. 
[0024] 

The positive electrode contact layer can be selected arbitrarily according to the object, 
without a special limitation. A hole injection layer, a hole transport layer, a hole 
injection and transport layer and the like can be cited as the examples. Only one of 
them may be included, or two or more may be laminated. 

In the former case, it is preferable that the hole injection and transport layer is included 
alone, and in the latter case, it is preferable that the hole injection layer and the hole 
transport layer are laminated on the positive electrode in this order. 
The hole injection layer has a function of injecting holes from the positive electrode 
when an electric field is applied and transporting them to the hole transport layer, and 
the like. The hole transport layer has a function of transportmg holes from the hole 
injection layer or the positive electrode when an electric field is applied, and the like. 
The hole injection and transport layer has both of these functions. 
[0025] 
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In the invention, the positive electrode contact layer needs to be either (1) containing 
amines and at least one kind of compound selected from phthalocyanines, porphyrins 
and carbazoles, which is a first form, (2) containing an organic low molecular 
compound selected from the compounds having a hole injection property, and an 
inorganic compound, which is a second form, (3) having a laminated structure in which 
different organic low molecular compounds selected from the compounds having a hole 
injection property are laminated, which is a third form (4) containing at least one kind 
of organic low molecular compound selected from compounds having a hole injection 
property (amines, phthalocyanines, porphyrins and carbazoles); and a 
movement-restraining compoimd restraining movement of holes, which is a fourth form, 
or (5) formed into a pattem in a single pixel (having different organic compounds 
selected from the compounds having a hole injection property, arranged in a plane, 
adjacent to each other), which is a fifth form. 
[0026] 

In the case of the organic EL element of the invention, of which the positive electrode 
contact layer is either one of the first form to the fifth form, without newly obtaining 
materials for the hole injection layer and the hole injection and transport layer by 
molecular design and molecular synthesis, the glass-transition temperature (Tg) of these 
layers can be improved, and thermal stability of the positive electrode contact layer can 
be improved, and fiirthermore, crystallization can be restrained. 

In order to improve thermal stability of the positive electrode contact layer almost 
without changing ionization potential (IP) and mobility (fx) of the positive electrode 
contact layer, it is effective to mix two or more kinds of organic low molecular 
compounds having a hole injection property or a hole transport property in the positive 
electrode contact layer, and increase fluctuation of the composition, so that 
crystallization hardly occurs. At this time, as the two or more kinds of organic low 
molecular compounds selected from the compoimds having a hole injection property, 
one which can keep an intermolecular distance long is preferable, in respect that the 
intermolecular interaction is small and homogeneous dispersion becomes possible, and 
the glass-transition temperature (Tg) can be effectively improved. 
[0027] 

The organic low molecular compoimds are preferably selected from amines, 
phthalocyanines, porphyrins and carbazoles. 

In the case of the furst form, it is necessary that the amines and at least one kind of 
compoimd selected from the phthalocyanines, the porphyrins and the carbazoles in the 
organic low molecular compounds are used in combination so as to form the positive 
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electrode contact layer. 

In the case of the second form, it is necessary that the organic low molecular compound 
selected from the compounds having a hole injection property and an morganic 
compound are used in combination so as to form the positive electrode contact layer. 
In the case of the third form, it is necessary that the positive electrode contact layer 
having a laminated structure in which different organic low molecular compounds 
selected from the compounds having a hole injection property are laminated is formed. 
As for the fourth form, it is necessary that the organic low molecular compound and a 
movement-restraining compound restraining movement of holes are used in 
combination so as to form the positive electrode contact layer. As for the fifth form, it 
is necessary that the positive electrode contact layer which is formed into a pattern in a 
single pixel (having different organic low molecular compounds selected from the 
compounds having a hole injection property, arranged in a plane, adjacent to each other) 
is formed. 

In the case of the first form or the fifth form, at least two kinds of the organic low 
molecular compounds are contained in the positive electrode contact layer, and three or 
more kinds can be contained. In the cases of the second to foijrth forms, at least one 
kind of the organic low molecidar compound is contained in the positive electrode 
contact layer, and two or more kinds can be contained. 
[0028] 

The amines can be selected arbitrarily from known ones according to the object, without 
a special limitation. For example, N,N'-diphenyl-N,N'-bis 

(3-methylphenyl)-l,r-biphenyl-4,4'-diamine (TPD) shown by the structure formula (1) 
below, N,N'-diphenyl-N,N'-bis (a-naphthyl)-l,r-biphenyl-4,4'-diamine (a-NPD) 
shown by the structure formula (5) below, tri-tolyl-amine, tolyl-diphenylamine, 
N,N,N' ,N' -(4-methylphenyl)- 1 , 1 '-phenyl-4,4'-diamine, 
N,N,N\N'-(4-methylphenyl)-l,r-biphenyl-4,4'-diamine, 
N,N' -diphenyl-N,N' -dinaphthy 1- 1,1' -bipheny 1-4,4 ' -diamine, 

N,N'-(methylphenyl)-N,N'-(4-n-butylphenyl)-phenanthrene-9,10-dianune, N,N-bis 
(4-di-4-tolyl-aminophenyl)-4-phenyl-cyclohexane, and the like can be cited. 
Each of them can be used by itself, or two or more kinds of them can be used in 
combination. Of these, N,N'-diphenyl-N,N'-bis 

(3-methylphenyl)-l,r-biphenyl-4,4'-diamine (TPD) shown by the structure formula (1) 
below, and N,N'-diphenyl-N,N'-bis (a-naphthyl)-l,r-biphenyl-4,4'-diamine (a-NPD) 
shown by the structure formula (5) below are preferable, in terms of electric 
characteristics. 
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[0029] 
[Chem 5] 



[0030] 
[Chem 6] 



[0031] 

The phthalocyanines can be selected arbitrarily from known ones according to the 
object, without a special limitation. For example, copper phthalocyanine (CuPc) 
shown by the structure formula (2) below, HaPc, CoPc, NiPc, ZnPc, PdPc, FePc, MnPc, 
ClAlPc, ClGaPc, CUnPc, ClSnPc, ClzSiPc, (HO)AlPc, (HO)GaPc, VOPc, TiOPc, 
MoOPc, GaPc-O-GaPc and the like can be cited. 

Each of them can be used by itself, or two or more kinds of them can be used in 

combination. Of these, copper phthalocyanine (CuPc) is preferable m terms of electric 

characteristics. 

[0032] 

[Chem 7] 



[0033] 

The porphyrins can be selected arbitrarily from known ones according to the object, 
without a special limitation. For example, porphin, etioporphin, mesoporphin, 
protoporphin, protoporphin zinc, 2,3,7,8,12,13,17,18-octaethylporphin, 
2,3,7,8,12,13,17,18-octaethylporphin copper, 2,3,7,8,12,13,17,18-octaethylporphin 
magnesium, 5,10,15,20-tetraphenylporphin, 5,10,15,20-tetraphenylporphin copper, 
5, 1 0, 1 5,20-tetrapyridylporphin, 5, 1 0, 1 5,20-tetraazaporphyrin, 

2,3,7,8,12,13,17,18-octaethyl-5,10,15,20-tetraazaporphyrin, 
2,7, 1 2, 1 7-tetra-t-butyl-5, 1 0, 1 5,20-tetraazaporphyrin, 
5, 1 0, 1 5,20-tBtraphenyl-5, 1 0, 1 5,20-tetraazapoiphyrm, 

5, 10,15,20-tetraphenyl-5, 10,1 5,20-tetraazaporphyrin copper and the like can be cited. 
Each of them can be used by itself, or two or more kinds of them can be used in 
combination. Of these, 5, 1 0, 1 5,20-tetraphenylporphyrin is preferable. 
[0034] 
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The carbazoles can be selected arbitrarily from known ones according to the object, 

without a special limitation. For example, carbazole, 3-aminocarbazole, 2-amino 

carbazole, 3-amino-N-9-ethyl carbazole, 9-methyl carbazole, 4H-pyrazino [2,3-b] 

carbazole, 7H-pyrazino [2,3-b] carbazole, and the like can be cited. 

Each of them can be used by itself, or two or more kinds of them can be used in 

combination. Of these, carbazole is preferable. 

[0035] 

As for weight-average molecular weight (Mw) of the organic low molecular compound, 
there is no special limitation, and it can be selected arbitrarily according to the object. 
For example, 200 or less is preferable. 

When the weight-average molecular weight (Mw) is over 200, the deposition 
dispersibility deteriorates, and uniform dispersion in the positive electrode contact layer 
may be impossible. 
[0036] 

As for hole mobility (|a) of the organic low molecular compoimd before dispersion or 

after polymerization treatment, there is no special limitation, and it can be selected 

arbitrarily according to the other object, but the larger it is, the more preferable. 

When the hole mobility is less than 10x10'^ cm^A^s, the hole injection property or 

the hole transport property may not be enough. 

[0037] 

In the case of the first form, as for a mixing molar ratio of the amines and at least one 
kind of organic low molecular compound selected from phthalocyanines, porphyrins 
and carbazoles (amines: organic low molecular compound), there is no special 
limitation and it can be selected arbitrarily according to the object. For example, 1: 
100 to 100: 1 is preferable, in respect that fluctuation of the composition in the positive 
electrode contact layer increases (crystallization occurs less) and the glass-transition 
temperature (Tg) can be improved. Especially, 5: 100 to 100: 5 is more preferable. 
The closer the mixing molar ratio is to 100: 100, the more advantageous it is in respect 
that the fluctuation of the composition in the positive electrode contact layer increases 
(crystallization occurs less), the glass-transition temperature (Tg) can be improved, and 
composition control by deposition becomes easier. On the other hand, when the 
mixing molar ratio is out of the above-described value range, the effect of improvement 
in the glass-transition temperature (Tg) may not be enough. 
[0038] 

The inorganic compound can be selected arbitrarily from known ones according to the 
object, without a special limitation. For example, a p-type compound semiconductor, a 
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p-type oxide semiconductor and the like can be cited. In the case of the second form in 
which the inorganic compound and the organic low molecular compound are used in 
combination, controllability of title deposition amount of the inorganic compound is 
better than that of the organic low molecular compound, and a mixture of the inorganic 
compound and the organic low molecular compound is thermally stable and its heat 
conductance is good, which is effective in restraining crystallization of the hole contact 
layer. As for the inorganic compoimd, one kind can be used by itself, or two or more 
kinds can be used in combination. 
[0039] 

As the p-type compoimd semiconductor, sulfide of cadnGdum, sulfide of zinc, sulfide of 
lead, sulfide of silver, sulfide of antimony, sulfide of bismuth, selenide of cadmium, 
selenide of lead, telluride of cadmium, phosphide of zinc, phosphide of gallium, 
phosphide of indium, phosphide of cadmium, selenide of gallium-arsenic, selenide of 
copper-indium, sulfide of copper-indium, and the like can be cited as the examples. 
Each of them can be used by itself, or two or more kinds of them can be used in 
combination. 
[0040] 

As the p-type oxide semiconductor, T1O2, SnOi, FeaOs, SrTiOs, WO3, ZnO, ZxOz, 
TaaOs, Nb205, V2O5, In203, CdO, MnO, CoO, TiSrOa, KTiOs, CU2O, Cr203, M0O2, 
Mn203, sodium titanate, barivun titanate, potassium niobate, and the like can be cited as 
the examples. Each of fhem can be used by itself, or two or more kinds of them can be 
used in combination. 
[0041] 

In the case of the second form, as for a mixing molar ratio of the organic low molecular 
compound and the inorganic compound (organic low molecular compound: inorganic 
compound), there is no special limitation and it can be selected arbitrarily according to 
the object. For example, 1: 100 to 100: 1 is preferable, in respect that fluctuation of 
the composition in the positive electrode contact layer increases (crystallization occurs 
less) and the glass-transition temperature (Tg) can be unproved. Especially, 5: 100 to 
100: 5 is more preferable. 

The closer the mixing molar ratio is to 100: 100, the more advantageous it is in respect 
that the fluctuation of the composition in the positive electrode contact layer increases 
(crystallization occurs less), the glass-transition temperature (Tg) can be improved, and 
deposition becomes easier. On the other hand, when the mixing molar ratio is out of 
the above-described value range, the effect of improvement in the glass-transition 
temperature (Tg) may not be enough. 
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[0042] 

In the case of the second form, the organic low molecular compound and the inorganic 
compound can be used in combination in the positive electrode contact layer, or the 
organic low molecular compound and the inorganic compound can be laminated 
alternately so that the positive electrode contact layer has a laminated structure. 
[0043] 

In the case where the positive electrode contact layer is designed to have the laminated 
structure, the thickness of each layer can be selected arbitrarily according to the object, 
without a special limitation. However, the thinner it is, the more preferable, and 20 nm 
or less is preferable, and 10 nm or less is more preferable. Each can have the same 
thickness, or different thicknesses. 

When the thickness of each layer described above is over 20 nm, the glass-transition 
temperature (Tg) or the like of the positive electrode contact layer cannot be improved 
enough, and crystallization may not be retrained. Furthermore, holes may not flow to 
the light-emitting layer smoothly. 

In the case where the positive electrode contact layer is designed to have the laminated 
structure, the number of laminations can be selected arbitrarily according to the object, 
without a special limitation. 
[0044] 

In the case of the third form, the positive electrode contact layer is formed to have a 
multilayer structure in which at least two kinds of the organic low molecular 
compounds are laminated alternately. In the positive electrode contact layer of this 
third form, although the same molecules are aligned in the same plane of each layer, 
when the thickness of each layer is thin, the structure is equivalent to a dispersed 
structure. As a result, crystallization hardly occurs in the positive electrode contact 
layer, and the glass-transition temperature (Tg) can be improved. 
[0045] 

In the case of the third form, the thickness of each layer of the positive electrode contact 
layer can be selected arbitrarily according to the object, without a special limitation. 
However, the thinner it is, the more preferable. In respect that the possibility of 
imevenness of each layer overlapping with each other in thickness direction is low, even 
when the unevenness is generated by a heat treatment, and influence of a current 
leakage due to the unevenness can be reduced, 20 nm or less is preferable, and 10 nm or 
less is more preferable. Each layer can have the same thickness, or different 
thicknesses. 

When the thickness of each layer described above is over 20 mn, the glass-transition 



15/44 



English Translation of JP2005-26121 



temperature (Tg) or the like of the positive electrode contact layer cannot be improved 
enough, and crystallization may not be retrained. Furthermore, holes may not flow to 
the light-emitting layer smoothly. 
[0046] 

In the case of the third form, the number of laminations of the positive electrode contact 
layer can be selected arbitrarily according to the object, without a special limitation. 
[0047] 

In the case of the fourth form, as the movement-restraining compound mixed with the 
compounds having a hole injection property, a steric structure compound, a vapor 
deposition polymerization compound, a photo polymerization compound, a heat 
polymerization compound and the like can be preferably cited as the examples. 
[0048] 

The steric structure compound can be selected arbitrarily jfrom known ones, according 

to the object, without a special limitation. For example, tetraarylmethanes such as 

tetraphenylmethane shown by the structure formula (4) below can be cited. 

Each of them can be used by itself, or two or more kinds of them can be used in 

combination. 

The steric structure compound has a steric structure (for example, the 
tetraphenyhnetihiane has a tetrahedral structure), which is preferable in respect that 
fluctuation of the intermolecular distance increases (crystallization occurs less) and the 
glass-transition temperature (Tg) can be improved when mixed with a molecule having 
another structure, and the positive electrode contact layer can be easily formed by 
deposition. 
[0049] 
[Chem 8] 

[0050] 

The vapor deposition polymerization compound can be selected arbitrarily firom know 
ones, according to the object, without a special limitation. An epoxy resin monomer, a 
polycinnamate resin monomer, a polycarbene resin monomer, a polyamino resin 
monomer, a polyimide resin monomer, a polyamide-imide resin monomer, a 
polycarbohydrazide resin monomer, a polycarboxylic acid chloride resin monomer, a 
polyazomethine resin monomer, a polyvinyl chloride resin monomer, a carbonate resin 
monomer, an urea resin monomer, a polystyrene resin monomer, a polyacrylic resin 
monomer, a polyurethane resin monomer, and the like can be cited as the examples. 
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Each of them can be used by itself, or two or more kinds of them can be used in 

combination. Of these, the polyimide resin monomer is preferable. 

[0051] 

The photo polymerization compound or the heat polymerization compound can be 
selected arbitrarily from know ones, according to the object, without a special limitation. 
A styrene group-containing monomer, a siloxane group-containing monomer, a vinyl 
group-containing monomer, an acetyl group-containing monomer, an epoxy 
group-containing monomer, an acrylic group-containing monomer and the like can be 
cited as the examples. 

Each of them can be used by itself, or two or more kinds of them can be used in 
combination. Of these, the acrylic group-containing monomer is preferable. 
[0052] 

In the case where the vapor deposition polymerization compound, photo polymerization 
compound or the heat polymerization compound is used in the positive electrode 
contact layer, it is advantageous ia respect that a network structure can be formed by 
performing a polymerizing treatment after a film is formed as the positive electrode 
contact layer, movement of molecules can be restrained effectively, crystallization 
hardly occurs, and the glass-transition temperature (Tg) can be improved. 
[0053] 

In the case of the fourth form, as for a mixing molar ratio of the compounds haviag a 
hole injection property and the movement-restraining compound (compounds having a 
hole injection property: movement-restraining compound), there is no special limitation 
and it can be selected arbitrarily according to the object. For example, 1 : 100 to 100: 1 
is preferable, in respect that fluctuation of the composition in the positive electrode 
contact layer increases (crystallization occurs less) and the glass-transition temperature 
(Tg) can be improved. Especially, 5: 100 to 100: 5 is more preferable. 
The closer the mixing molar ratio is to 100: 100, the more advantageous it is in respect 
that the fluctuation of the composition in the positive electrode contact layer increases 
(crystallization occurs less), the glass-transition temperature (Tg) can be unproved, and 
composition control by deposition becomes easier. On the other hand, when the 
mixing molar ratio is out of the above-described value range, the effect of improvement 
in the glass-transition temperature (Tg) may not be enough. 
[0054] 

In the case of the first form to the fourth form, the positive electrode contact layer is 
formed all over the surface of the positive electrode or on a part of the electrode surface. 
In the case of the fifth form, different compounds having a hole injection property are 
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Spatially arranged on the surface of a positive electrode of the single pixel, adjacent to 
each other, so as to form the positive electrode contact layer. 

In the case of the fifth form, it is preferable that the positive electrode contact layer is 
formed mto a pattern with at least two kinds of organic low molecular compounds 
selected from the compounds having a hole injection property, applied separately. In 
this case, the separate application can be performed using a shadow mask, and in the 
same way as the case where the positive electrode contact layer is formed by the 
mixture or the case where the positive electrode contact layer is made to have the 
laminated structure, crystallization can be restrained effectively. In this case, it is 
preferable that the area of each pattern region in one pixel, which is formed by the 
separate application, is small, in order to restrain crystallization. 
In the case where the positive electrode contact layer is formed by the separate 
application, the formation can be selected arbitrarily according to the object, without a 
special limitation. A lattice pattern, a checkerboard pattern and the Uke can be 
preferably cited as the examples. 
[0055] 

The thickness of the positive electrode contact layer can be selected arbitrarily 
according to the object, without a special limitation, and 20 nm or less is preferable. In 
the case where the positive electrode contact layer has a laminated structure, the 
thickness of each layer is preferably the same. 

When the thickness of the positive electrode contact layer is over 20 nm, the 
glass-transition temperature (Tg) or the like of the positive electrode contact layer 
cannot be improved enough, and crystallization may not be restrained. 
[0056] 

The surface roughness of the positive electrode contact layer can be selected arbitrarily 
according to the object, without a special limitation. For example, 20 nm or less 
measured by a probing type step-meter is preferable, and 15 nm or less is more 
preferable. 

When the surface roughness is over 20 nm, influence of a current leakage due to 

unevenness of the surface may increase. 

[0057] 

As described above, an organic EL element of the invention has a laminated organic 
thin film layer between a positive electrode and a negative electrode, and has other 
layers selected arbitrarily according to need. A specific layer structure can be selected 
arbitrarily according to the object, without a special limitation, and the following (1) to 
(15) can be preferably cited as the examples: (1) positive electrode/ hole injection layer/ 
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hole transport layer/ light-emitting layer/ electron transport layer/ electron injection 
layer/ negative electrode; (2) positive electrode/ hole injection layer/ hole transport 
layer/ light-emitting layer/ electron transport layer/ negative electrode; (3) positive 
electrode/ hole injection and transport layer (hole transport layer)/ light-emitting layer/ 
electron transport layer/ electron injection layer/ negative electrode; (4) positive 
electrode/ hole iojection and transport layer (hole transport layer)/ light-emitting layer/ 
electron transport layer/ negative electrode; (5) positive electrode/ hole injection layer/ 
hole injection and transport layer (hole transport layer)/ light-emitting and electron 
transport layer/ electron injection layer/ negative electrode; (6) positive electrode/ hole 
injection layer/ hole transport layer/ light-emitting and electron transport layer/ negative 
electrode; (7) positive electrode/ hole injection and transport layer (hole transport layer)/ 
light-emitting and electron transport layer/ electron injection layer/ negative electrode; 
(8) positive electrode/ hole transport layer; light-emitting and electron transport layer/ 
negative electrode; (9) positive electrode/ hole injection layer/ hole transport and 
light-emitting layer/ electron transport layer/ electron injection layer/ negative electrode; 
(10) positive electrode/ hole injection layer/ hole transport and light-emitting layer/ 
electron transport layer/ negative electrode; (11) positive electrode/ hole injection and 
transport and light-emitting layer (hole transport and light-emittiag layer)/ electron 
transport layer/ electron injection layer/ negative electrode; (12) positive electrode/ hole 
injection and transport and light-emitting layer (hole transport and light-emitting layer)/ 
electron transport layer/ negative electrode; (13) positive electrode/ hole injection and 
transport and light-emitting and electron transport layer (hole transport and 
light-emitting and electron transport layer)/ negative electrode; (14) positive electrode/ 
hole injection and transport layer/ light-emitting layer/ electron transport layer/electron 
injection layer/ negative electrode; (15) positive electrode/ hole injection and transport 
layer/ light-emitting and electron transport layer/ negative electrode. 
[0058] 

In the case where the organic EL element has the hole blocking layer, in the (1) to (15), 
a layer structure in which the hole blocking layer is placed between the light-emitting 
layer and the electron transport layer is preferably used. In addition, in the (1) to (15), 
the hole injection layer or the hole injection and transport layer contacting with the 
positive electrode directly corresponds to the positive electrode contact layer. In the 
case where the hole transport layer is provided on the hole injection layer contacting 
with the positive electrode directly, especially the hole injection layer corresponds to the 
positive electrode contact layer. 
[0059] 
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Here, an organic EL element having a structure of the (15) positive electrode/ hole 
injection and transport layer/ light-emitting and electron transport layer/ negative 
electrode is shown in Fig. 2. An organic EL element 10 has a layered structure in 
which a positive electrode 14 (an ITO electrode, for example) formed on a glass 
substrate 12, a hole injection and transport layer 16, a light-emitting and electron 
transport layer 20 and a negative electrode 22 (an Al-Li electrode, for example) are 
laminated in this order. The positive electrode 14 and the negative electrode 22 are 
connected to each other via a power supply. In tiois organic EL element 10, the hole 
injection and transport layer 16 and the light-emitting and electron transport layer 20 
form an organic thin film layer 8. 
[0060] 

Hereinafter, each layer of the organic EL element of the invention, except the positive 

electrode contact layer, will be described. 

[0061] 

- Positive electrode - 

The positive electrode can be selected arbitrarily according to the object, without a 
special limitation, but one which can supply holes (carriers) to the hole injection layer is 
preferable. 
[0062] 

A material for the positive electrode can be selected arbitrarily according to the object, 
without a special limitation. An electro-conductive compound such as a metal and 
metal oxide, and a mixture of these can be cited as the examples, and of these, a 
material of which work function is 4 eV or more is preferable, in terms of easiness of 
injecting holes to the organic thin fihn layer. 

As the specific examples of a material for the positive electrode, a conductive metal 
oxide such as tin oxide, zinc oxide, indium oxide and indium tin oxide (ITO), a metal 
such as gold, silver, chrome and nickel, a mixture or laminated body of these metal and 
conductive metal oxide, an inorganic conductive material such as copper iodide and 
copper sulfide, an organic conductive material such as polyaniline, polythiophene and 
polypyrrole, a laminated body of these and ITO, and the like can be cited. Each of 
them can be used by itself, or two or more kinds of them can be used in combination. 
Of these, a conductive metal oxide is preferable, and ITO is especially preferable, in 
terms of the productivity, conductivity, transparency and the like. 
[0063] 

The thickness of the positive electrode can be selected arbitrarily according to the 
material and the like, without a special limitation. From liie standpoint of balance 
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between the electric resistance and light absorption, 1 to 5000 mn is preferable, and 20 

to 200 mn is more preferable. 

[0064] 

The positive electrode is usually formed on a substrate of glass such as soda lime glass 
and alkali-free glass, transparent resin or the like. 

In the case of using the glass as the substrate, the alkali-free glass or the soda lime glass 
provided with a barrier coat such as silica is preferable, from the standpoint of reducing 
eluting ions from the glass. 

As for the thickness of the substrate, there is no special limitation as long as it is thick 
enough to maintain mechanical strength. However, in the case of using glass as the 
substrate, the thickness is usually 0.2 mm or more, and 0.7 mm or more is preferable. 
[0065] 

The positive electrode can be preferably formed by deposition, a wet film-forming 
method, an electron beam method, sputtering, reactive sputtering, an MBE (molecular 
beam epitaxy) method, a cluster ion beam method, an ion plating method, a plasma 
polymerization method (high-frequency excitation ion plating method), a molecular 
stacking method, an LB method, printing, a transfer method, a method in which 
dispersed substance of the ITO is applied by a chemical reaction method (sol-gel 
method or the like), and tihie like, for example. 

The positive electrode can decrease a driving voltage of the organic EL element by 
performing cleaning or other treatments. As the other treatments, a UV-ozone 
treatment, a plasma treatment and the like can be preferably cited as the examples, in 
the case where a material of the positive electrode is ITO. 
[0066] 

- Light-emitting layer - 

The light-emitting layer can get holes injected from the positive electrode, the hole 
injection layer, the hole transport layer or the like, and can get electrons injected from 
the negative elecfrode, the electron injection layer, the electron transport layer or the 
like, when an electric field is applied. Furthermore, it provides a space for 
recombination of the holes and the electrons, and contains a luminescence material 
which emits light of a desired color by recombination energy generated at the time of 
the recombination. 
[0067] 

The luminescence material can be selected arbitrarily from known ones according to the 
object, without a special limitation. A green luminescence material, a blue 
luminescence material, a yellow luminescence material, a red luminescence material 
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and the like can be cited as the examples. 

The green luminescence material is not limited specially, as long as it can emit green 
light, and an alumiquinolium complex, a benzoquinolinol Be complex and the like can 
be cited as the examples. 

The blue luminescence material is not limited specially, as long as it can emit blue light, 
and a benzoxazole Zn complex, a quinolinols complex and the like can be cited as the 
examples. 

The yellow luminescence material is not limited specially, as long as it can emit yellow 
light, and a four-coordinated complex of 8-quinolinol with Zn and the like can be cited 
as the examples. 

The red luminescence material is not limited specially, as long as it can emit red light, 
and DCM pigment (C. W. Tang, S. A. VanSlyke, and C. H. Chen, Applied Physics 
Letters vol. 65, 3610 (1989)), a porphin compound or porphyrin compound with red 
fluorescent luminescence (Japanese Patent Laid-Open Publication No. 9-13024, 
Japanese Patent Laid-Open Publication No. 9-296166, Japanese Patent Laid-Open 
Publication No. 11-251061, Japanese Patent Laid-Open Publication No. 11-251062, 
International Publication No. WO98/00474), a bisanthrene compound with red 
fluorescent luminescence (Japanese Patent Laid-Open Publication No. 11-144868) and 
the like can be cited as the examples. 
[0068] 

The light-emitting layer can be formed according to a known method, and for example, 

it can be preferably formed by deposition. 

[0069] 

As for the thickness of the light-emitting layer, 1 to 50 nm is preferable, and 3 to 20 nm 
is more preferable. 

When the thickness of the light-emittuig layer is within the preferable range, 
light-emitting efficiency of the light emitted by the organic EL element is enough. 
When the thickness of the light-emitting layer is within the more preferable range, it is 
advantageous in respect that the above-described effect is outstanding. 
[0070] 

The light-emitting layer can be designed as a light-emitting and electron transport layer 
or a light-emitting and hole transport layer which has functions of the hole transport 
layer, the electron transport layer and the like also. 

It is preferable that the light-emittiug layer, or the light-emitting and electron transport 
layer, light-emitting and hole transport layer or the like contains the luminescence 
material as a guest material, and that a luminescence wavelength of the host material is 
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in the vicinity of a light absorption wavelength of the guest material. 
[0071] 

In the case where the guest material and the host material are used in combination, when 
organic EL luminescence is generated, the host material is excited JBrst. And, in the 
case where the lunainescence wavelength of the host material overlaps with the 
absorption wavelength of the guest material, excitation energy transfers from the host 
material to the guest material effectively, the host material retums to the ground state 
without emitting light, and only the guest material which has become the excited state 
emits the excitation energy as light, which means the light-emitting efficiency is 
excellent. 
[0072] 

In addition, generally, in the case where luminous molecules exist as a single fihn or in 
a thin fihn at a high concentration, an interaction among the luminous molecules occurs 
by the luminous molecules moving closer to each other, and a phenomenon where 
light-emitting efficiency decreases, which is called "concentration quenching" occurs. 
However, in the case where the guest material and the host material are used in. 
combination, the "concentration quenching" is restrained effectively since the guest 
compound is dispersed in the host compound at a relatively low concentration, which is 
advantageous in respect that the light-emitting efficiency is excellent. 
[0073] 

The host material can be selected arbitrarily according to the object, without a special 
limitation, and a material of which the luminescence wavelength is in the vicinity of the 
light absorption wavelength of the guest material is preferable. 
[0074] 

The low molecular host material can be selected arbitrarily according to the object, 
without a special limitation, and an aromatic amine derivative shown by the structure 
formula (6) below, a carbazole derivative shown by the structure formula (8) below, an 
oxine complex shown by the structure formula (10) below, a 1,3,6,8-tetraphenylpyrene 
compound shown by the structure formula (12) below, a distyrylarylene derivative 
shown by the structure formula (14) below, p-sexiphenyl shown by the structure 
formula (15) below, 9,9'-biantolyl shown by the structure formula (16) and the like can 
be preferably cited as the examples. 
[0075] 
[Chem9] 
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[0076] 

In the structure formula (6), "n" shows an integer 2 or 3. "Ar" shows a divalent or 
trivalent aromatic group, or a heterocyclic aromatic group. "R"" and "R^^" can be the 
same as each other, or different from each other, and show a monovalent aromatic group 
or a heterocyclic aromatic group. The monovalent aromatic group or heterocyclic 
aromatic group can be selected arbitrarily according to the object, without a special 
limitation. 
[0077] 

Of the aromatic anodne derivative shown by the structure formula (6), 
N,N'-dinaphthyl-N,N'-diphenyl-[l,r-biphenyl]-4,4'-diamine (NPD) shown by the 
structure formula (7) and the derivative are preferable. 
[0078] 
[Chem 10] 



[0079] 
[Chem 11] 

In the structure formula (8), "Ar" shows a divalent or trivalent group including an 
aromatic ring, or a divalent or trivalent group including a heterocyclic aromatic ring, 
shown below. 
[0080] 
[Chem 12] 

These can be substituted by a group with a nonconjugate property. In addition, "R" 

shows a coupling group, and those shown below can be preferably cited as the 

examples. 

[0081] 

[Chem 13] 

[0082] 

In the structure formula (8), "R*^" and "R^'*" independently show a hydrogen atom, a 
halogen atom, an alkyl group, an aralkyl group, an aUcenyl group, an aryl group, a cyano 
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group, an amino group, an acyl group, an alkoxycarbonyl group, a carboxyl group, an 

alkoxy group, an alkylsulfonyl group, a hydroxyl group, an amido group, an aryloxy 

group, an aromatic hydrocarbon ring group, or an aromatic heterocyclic group, and 

these can be further substituted by a substitution group. 

In the structure formula (8), "n" shows an integer, and 2 or 3 is preferable. 

[0083] 

Of the carbazole derivative shown by the structure formula (8), one with "Ar" as an 
aromatic group in which two benzene rings are coimected via a single bond, and "R*^" 
and "R^'*" as hydrogen atoms, and with n=2, that is, 4,4'-bis (9-carbazolyl)-biphenyl 
(CBP) shown by the structure formula (9) below and one selected from the derivatives 
are preferable in respect that these are excellent especially in light-emitting eflSciency 
and the like. 
[0084] 
[Chem 14] 



[0085] 
[Chem 15] 

In the structure formula (10), "R^^" shows a hydrogen atom or a monovalent 

hydrocarbon radical. 

[0086] 

Of the oxine complex shown by the structure formula (10), an aluminum qiunoline 
complex (Alq) (the dominant luminescence wavelength= 530 mn) shown by the 
structure formula (11) below is preferable. 
[0087] 
[Chem 16] 



[0088] 
[Chem 17] 

In the structure formula (12), "R^^" to "R^^" can be the same as each other, or different 
from each other, and show hydrogen atoms or substitution groups. As for the 
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substitution group, an alkyl group, a cycloalkyl group or an aryl group can be preferably 

cited as the examples, and these can be further substituted by a substitution group. 

Of the 1,3,6,8-tetraphenylpyrene shown by the structure formula (12), one with «R^^" to 

"R'^" as hydrogen atoms, that is, the 1,3,6,8-tetraphenylpyrene shown by the structure 

formula (13) below is preferable in respect that it is excellent in the light-emitting 

efficiency and the like. 

[0089] 

[Cheml8] 



[0090] 
[Chem 19] 



[0091] 
[Chem 20] 



[0092] 
[Chem 21] 



[0093] 

- Hole blocking layer - 

The hole blocking layer can be selected arbitrarily according to the object, without a 
special limitation. For example, one having a fiinction of blocking holes injected from 
the positive electrode is preferable. 

A material for the hole blocking layer can be selected arbitrarily according to the object, 

without a special limitation. 

[0094] 

When the organic EL element has the hole blocking layer, holes transported from the 
positive electrode side are blocked by the hole blocking layer, and electrons transported 
from the negative electrode pass through the hole blocking layer and reach the 
light-emitting layer, so that recombination of the electrons and the holes occurs 
effectively in the light-emitting layer. In this way, recombination of the holes and the 
electrons in an organic thin film layer other than the light-emitting layer can be 
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prevented, and intended light emission from the luminescence material is obtained 
effectively. 

It is preferable that the hole blocking layer is placed between the light-emitting layer 

and the electron transport layer. 

[0095] 

The thickness of the hole blocking layer can be selected arbitrarily according to the 
object, without a special limitation. For example, usually it is approximately 1 to 500 
nm, and 1 0 to 50 nm is preferable. 

The hole blocking layer can have a monolayer structure, or a laminated structure. 

The hole blocking layer can be formed by deposition. 

[0096] 

- Electron transport layer - 

The electron transport layer can be selected arbitrarily according to the object, without a 
special limitation. For example, one having either a function of transporting electrons 
from the negative electrode or a ftinction of blocking holes injected from the positive 
electrode is preferable. 
[0097] 

A material for the electron transport layer can be selected arbitrarily according to the 
object, without a special limitation, and a quinoline derivative such as the aluminum 
quinoline complex (Alq), an oxadiazole derivative, a triazole derivative, a 
phenanthroline derivative, a perylene derivative, a pyridine derivative, a pyrimidine 
derivative, a quinoxaline derivative, a diphenylquinone derivative, a nitro-substituted 
fluorene derivative and the like can be cited as the examples. 
[0098] 

The thickness of the electron transport layer can be selected arbitrarily according to the 
object, without a special limitation. For example, usually it is approximately 1 to 500 
nm, and 10 to 50 mn is preferable. 

The electron transport layer can have a monolayer structure, or a laminated structure. 
[0099] 

In this case, as an electron transport material used for the electron transport layer 
adjacent to the light-emitting layer, an electron transport material of which optical 
absorption edge is shorter wavelength than the 1,3,6,8-tetrasubstituted pyrene 
compound is preferable from the standpoint of limiting a Ught-emitting region in the 
organic EL element to the light-emitting layer and preventing unnecessary light 
emission from Ihe electron transport layer. As an electron transport material of which 
optical absorption edge is shorter wavelength than the 1,3,6,8-tetrasubstituted pyrene 
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compound, a phenanthroline derivative, an oxadiazole derivative, a triazole derivative 
and the like can be cited as the examples, and 
2,9-dimethyl-4,7-diphenyl-l,10-phenanthroline (BCP) shown by the structure formula 
(1 8) below, 2-(4-tert-butylphenyl)-5-(4-biphenylyl)-l ,3,4-oxadiazole, 

3 -phenyl-4-( 1 -naphtiiyl)-5-phenyl- 1 ,2,4-triazole, 

3-(4-tert-butylphenyl)-4-phenyl-5-(4'-biphenylyl)-l,2,4,-triazole and the like can be 

preferably cited. 

[0100] 

[Chem22] 



[0101] 
[Chem 23] 



[0102] 
[Chem 24] 



[0103] 
[Chem 25] 

The electron transport layer can be formed by deposition. 
[0104] 

- Electron injection layer - 

The electron injection layer can be selected arbitrarily according to the object, without a 
special limitation. For example, one having a ftinction of injecting electrons from the 
negative electrode and transporting them to the electron transport layer is preferable. 
[0105] 

A material for the electron injection layer can be selected arbitrarily according to the 
object, without a special limitation. Alkali metal fluoride such as lithium fluoride, 
alkali earth metal fluoride such as strontium fluoride and the like can be cited as the 
examples. 
[0106] 

The thickness of the electron injection layer can be selected arbitrarily according to the 
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object, without a special limitation. For example, usually it is approximately 0.1 to 10 
mn, and preferably 0.5 to 2 nm in terms of easiness of injecting electrons to the organic 
thin fikn layer. 

The electron injection layer can be formed by deposition. 
[0107] 

- Negative electrode - 

The negative electrode can be selected arbitrarily according to the object, without a 
special limitation, and it is preferable that it can supply electrons to the organic thin film 
layer, specifically, to the light-emitting layer in the case where the organic thin fihn 
layer has only the light-emitting layer, to the electron transport layer in the case where 
the organic thin film layer has the electron transport layer fiirther, and to the electron 
injection layer in the case where the electron injection layer is provided between the 
organic thin film layer and the negative electrode. 
[0108] 

A material for the negative electrode can be selected arbitrarily according to 
adhesiveness to a layer or molecules to which the negative electrode is adjacent, such as 
the electron transport layer and the light-emitting layer, the ionization potential, stability 
and the like, without a special limitation. A conductive compound such as a metal and 
a metal oxide, a mixture of these and the like can be cited as the examples. 
[0109] 

As specific examples of the material for the negative electrode, an alkali metal (Li, Na, 
K, and Cs, for example), an alkaline earth metal (Mg and Ca, for example), gold, silver, 
lead, aluminum, a sodium-potassium alloy, or a mixed metal of these, a 
litMum-aliiminijm alloy, or a mixed metal of these, a magnesium-silver alloy, or a mixed 
metal of these, a rare-earth metal such as indium and ytterbium, and an ally of these, 
and the like can be cited. 
[0110] 

Each of them can be used by itself, or two or more kinds of them can be used in 
combination. Of these, a material of which work function is 4 eV or less is preferable, 
and aluminum, a lithium-aluminum alloy, or a mixed metal of these, a magnesium-silver 
alloy, or a mixed metal of these are more preferable. 
[0111] 

The thickness of the negative electrode can be selected arbitrarily according to the 
material of the negative electrode and the like, without a special limitation. It is 
preferably 1 to 10000 nm, and more preferably 20 to 200 nm. 
[0112] 
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The negative electrode can be preferably formed by deposition, a wet film-forming 
method, an electron beam method, sputtering, reactive sputtering, an MBE (molecular 
beam epitaxy) method, a cluster ion beam method, an ion plating method, a plasma 
polymerization method (high-frequency excitation ion plating method), a molecular 
stacking method, an LB method, printing, a transfer method and the like, for example. 
[0113] 

In the case where two or more kinds of materials are used for the negative electrode, the 
two or more kinds of materials can be deposited simultaneously to form an alloy 
electrode or the like, or an alloy electrode or the like can be formed by depositing an 
alloy prepared in advance. 
[0114] 

The resistance of the positive electrode and the negative electrode is preferably low, and 

several hundred Q/D or less is preferable. 

[0115] 

- Other layers - 

The organic EL element of the invention can have other layers selected arbitrarily 
according to the object. As the other layers, for example, a protection layer and the 
like can be preferably cited as the example. 
[0116] 

The protection layer can be selected arbitrarily according to the object, without a special 
limitation. For example, one which can prevent molecules or a material promoting 
deterioration of the organic EL element, such as water and oxygen, from coming in the 
organic EL element is preferable. 
[0117] 

As for a material for the protection layer, metals such as In, Sn, Pb, Au, Cu, Ag, Al, Ti, 
Ni, metal oxides such as MgO, SiO, SiOa, AI2O3, GeO, NiO, CaO, BaO, FeaOs, Y2O3, 
Ti02, nitrides such as SiN, SiNxOy, metal fluorides such as MgF2, LiF, AIF3, CaF2, 
polyethylene, polypropylene, polymethylmethacrylate, polyimide, polyurea, 
polytetrafluoroetiiylene, polychlorotrifluoroethylene, polydichlorodifluoroethylene, a 
copolymer of chlorotrifluoroethylene and dichlorodifluoroethylene, a copolymer 
obtained by copolymerizing tetrafluoroethylene and monomer mixture containing at 
least one kind of comonomer, a fluorine-containing comonomer having a cyclic 
structure in the comonomer main chain, a water-absorbing substance of which the water 
absorption coefficient is 1 % or more, a hygroscopic substance of which the water 
absorption coefficient is 1 % or less, and the like can be cited as the examples. 
[0118] 
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The protection layer can be preferably formed by deposition, a wet film-forming 
method, sputtering, reactive sputtering, an MBE (molecular beam epitaxy) method, a 
cluster ion beam method, an ion plating method, a plasma polymerization method 
(high-frequency excitation ion plating method), printing, a transfer method and the like, 
for example. 
[0119] 

Luminescent colors of the organic EL element of the invention can be the desired 
luminescent colors by selecting a material for the light-emitting layer arbitrarily 
according to the object, without a special limitation. 

From the standpoint of an applied voltage of the organic EL element of the invention, it 

is desired that light is emitted with a voltage of 10 V or less, and it is preferable that 

light is emitted with a voltage of 7 V or less, more preferably 5 V or less. 

As for light-emitting luminance of the organic EL element of the invention, from a 

practical standpoint, it is preferably 100 cd/m^ or more when the applied voltage is 10 V, 

500 cd/m^ or more is more preferable, and 1000 cd/m'^ or more is especially preferable. 

[0120] 

The organic EL element of the invention can be preferably used in various fields such as 
a computer, an in-car indicator, an outdoor indicator, household equipment, cormnercial 
equipment, a household electrical appliance, a traJB5c indicator, a clock indicator, a 
calendar indicator, a luminescent screen, audio equipment, and also preferably used for 
an organic EL display of the invention described later. 
[0121] 

A manufacturing method of the organic EL element of the invention is not limited 
specially. The organic EL element of the invention below can be preferably 
manufactured by known methods such as deposition, for example, according to the 
object. 
[0122] 

(Manufacturing method of the organic EL element) 

A manufacturing method of an organic EL element of the invention is a method for 
manufacturing the organic EL element of the invention, either (1) including the step of 
forming a positive electrode contact layer by codeposition of at least two kinds of low 
molecular compounds on a positive electrode, which is a first mode, (2) including the 
step of forming a positive electrode contact layer by continuously laminating at least 
two kinds of low molecular compounds alternately on a positive electrode by vacuum 
deposition, which is a second mode, or (3) including the step of forming a positive 
electrode contact layer of one pixel in which at least two kinds of the organic low 
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molecular compounds are applied separately on a positive electrode by using a shadow 
mask, which is a third mode. 

In the first mode to the third mode, steps otiier than the step of forming the positive 
electrode contact layer can be selected arbitrarily according to the object, without a 
special limitation. 

As for the low molecular compounds, ones selected from tihie above-described organic 
low molecular compounds and the above-described inorganic compounds can be 
preferably cited as the examples. 
[0123] 

The codeposition of the first mode is a method in which molecules are blown in a 
vacuum from a plurality of deposition sources simultaneously. 

The molecules blown from the deposition sources can be selected arbitrarily according 
to the object, without a special limitation. For example, at least two kinds of the 
organic low molecular compounds, the organic low molecular compound and the 
inorganic compound, or the like can be cited. 

The condition, apparatus and the like of the codeposition can be selected from known 
ones according to the object, without a special limitation. 

In the first mode, a flush evaporation method can be used instead of the codeposition. 
[0124] 

Here, one example of the first mode will be described. First, a glass substrate on 
which an ITO electrode as the positive electrode is formed is ultrasonic-cleaned using 
water, acetone and isopropyl alcohol, and a UV ozone treatment is performed. After 
that, on the ITO electrode, a mixture in which triphenyl dianaine (TPD) 100 mol% and 
copper phthalocyanine (CuPc) 20 mol% are mixed is deposited as the hole injection and 
transport layer to a thickness of 150 nm by codeposition. Next, tris 
(8-hydroxyquinolio) aluminum (Alqa) is deposited on the hole injection and transport 
layer to a thickness of 50 nm under a condition of deposition speed 0.1 nm/s, so as to 
form the light-emitting and electron transport layer. Then, an Al-Li alloy (contained 
amount of Li = 0.5 mass%) is deposited on the light-emitting and electron transport 
layer to a thickness of 50 nm under a condition of deposition speed 0.2 nm/s, so as to 
form the negative electrode. In this way, the organic EL element is manufactured. 
[0125] 

The vacuum deposition of the second mode can be selected from known ones according 
to the object, without a special limitation. 

The condition, apparatus and the like of the vacuum deposition can be selected from 
known ones according to the object, without a special limitation. 
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One example of the second mode will be described. For example, first, a glass 
substrate on which an ITO electrode as the positive electrode is formed is 
ultrasonic-cleaned using water, acetone and isopropyl alcohol, and a UV ozone 
treatment is performed. After that, on the ITO electrode, triphenyl diamine (TPD) and 
copper phthalocyanine (CuPc) are laminated alternately (eight layers of CuPc and seven 
layers of TPD) by vacuum deposition so that the thickness of each layer becomes 10 nm, 
and the hole injection and transport layer having a laminated structure with the whole 
thickness of 150 nm is formed. Next, tris (8-hydroxyquinolio) aluminum (Alqa) is 
deposited on the hole injection and transport layer to a thickness of 50 nm under a 
condition of deposition speed 0.1 nm/s, so as to form the light-emitting and electron 
transport layer. Then, an Al-Li alloy (contained amount of Li = 0.5 mass%) is 
deposited on the light-emitting and electron transport layer to a thickness of 50 nm 
under a condition of deposition speed 0.2 nm/s, so as to form the negative electrode. 
In this way, the organic EL element is manufactured. 
[0126] 

The separate application of the third mode can be performed according to a method 
selected arbitrarily according to the object, and it can be performed by deposition using 
a metal shadow mask, for example. Specifically, it can be performed by depositing 
two or more kinds of compounds selected fi:om the compounds having a hole injection 
property sequentially, every time the shadow mask (aperture diameter: 50x100 ^m^) 
moves (50 |im, for example). 
[0127] 

According to the manufacturing methods of the organic EL element of the invention 
described above, the organic EL element of the invention can be manufactured 
extremely effectively and easily. 
[0128] 

(Organic EL display) 

An organic EL display of the invention has no special limitation, except that the organic 
EL element of the invention is used, and a known structure can be arbitrarily adopted. 
[0129] 

The organic EL display can be a monochromatic light-emitting type, a multicolor 

light-emitting type, or a fiill color type. 

[0130] 

As for a method for making the organic EL display the fiiU color type, as described in 
"Monthly DISPLAY", September 2000 issue, on page 33 to 37, a three color 
light-emitting method in which organic EL elements which emit lights corresponding to 
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three primary colors (blue (B), green (G), and red (R)) respectively are placed on a 
substrate, a white method in which white light emitted from an organic EL element for 
white light emission is divided into three primary colors through a color filter, a color 
conversion method in which blue light emitted from an organic EL element for blue 
light emission is converted to red (R) and green (G) through a fluorescent pigment layer, 
and the like are know as the examples. 
[0131] 

In the case of manufacturing an organic EL display of the frill color type by the three 
color light-emitting method, an organic EL element for blue light emission, an organic 
EL element for red light emission and an organic EL element for green light emission 
are needed. 
[0132] 

The organic EL element for red light emission can be selected arbitrarily from known 
ones, without a special limitation. For example, one with a layer structure of ITO 
(positive electrode)/ the NPD/ DCJTB 1 % aluminum quinoline complex (Alq) shown 
by the formula below/ the Alq/ Al-Li (negative electrode), or the like can be preferably 
cited. The DCJTB is 4-dicyanomethylene-6-cp-julolidinostyryl-2-tert-butyl-4H-pyran. 
And the Alq is as described above. 
[0133] 
[Chem26] 

[0134] 

The organic EL element for green light emission can be selected arbitrarily from known 
ones, without a special limitation. For example, one with a layer structure of ITO 
(positive electrode)/ the NPD/ dimethyl quinacridone 1 % the Alq/ the Alq/ Al-Li 
(negative electrode), or the like can be preferably cited. 
[0135] 

The organic EL element for blue light emission can be selected arbitrarily from known 
ones, without a special limitation. For example, one with a layer structure of ITO 
(positive electrode)/ the NPD/ styryl amine derivative 4.5 %• styryl arylene derivative/ 
the Alq/ Al-Li (negative electrode), or the like can be preferably cited. 
[0136] 

A mode of the organic EL display can be selected arbitrarily according to the object, 
without a special limitation. For example, a passive matrix panel and an active matrix 
panel described m "NIKKEI ELECTRONICS", No. 765, March 13, 2000 issue, on page 
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55 to 62, or the like can be preferably cited. 
[0137] 

As shown in Fig. 3, the passive matrix panel is structured to have belt-like positive 
electrodes 14 (ITO electrode, for example) placed parallel to each other on a glass 
substrate 12, belt-like organic thin film layers 24 for blue light emission, organic thin 
fihn layers 26 for green light emission, and organic thin film layers 28 for red light 
emission placed in order, parallel to each other, and roughly perpendicular to the 
positive electrodes 14, on the positive electrodes 14, and negative electrodes 22 placed 
on the organic thin film layers 24 for blue light emission, the organic thin film layers 26 
for green light emission, and the organic thin film layers 28 for red light emission, 
having tiie same shapes as these, for example. 
[0138] 

As shown in Fig. 4, in the passive matrix panel, a positive electrode line 30 formed of 
the plurality of positive electrodes 14 and a negative electrode line 32 formed of the 
plurality of negative electrodes 22 intersect with each other at roughly right angles, so 
as to form a circuit, for example. Organic thin fihn layers 24, 26 and 28 for blue light 
emission, for green light emission and for red light emission respectively placed at each 
intersection function as pixels, and a plurality of organic EL elements 34 exist, 
corresponding to each pixel. In the passive matrix panel, when a current is applied by 
a constant current source 36 to one of the positive electrodes 14 in the positive electrode 
line 30 and to one of the negative electrodes 22 in the negative electrode Ime 32, a 
current is appUed to the organic thin film layer located at the intersection, then the 
organic EL thin film layer in that position emits light. By controlling this 
pixel-by-pixel hght emission, an unage of fiill color can be formed easily. 
[0139] 

As shown in Fig. 5, for example, the active matrix panel is provided with a scanning 
line, a data line and a power line formed on a grid on a glass substrate 12, and has a TFT 
circuit 40 connected to the scanning line and the like forming the grid and placed in 
each grid, and a positive electrode 14 (ITO electrode, for example) placed in each grid, 
which can be driven by the TFT circuit 40. Furthermore, it has a belt-like organic thin 
film layer 24 for blue light emission, an organic thin film layer 26 for green light 
emission, and an organic thin film layer 28 for red light emission placed in order, 
parallel to each other, on the positive electrode 14, and a negative electrode 22 on the 
organic thin film layer 24 for blue light emission, the organic thin film layer 26 for 
green light emission, and the organic thin film layer 28 for red light emission, placed so 
as to cover all of these. Each of the organic tibdn film layer 24 for blue light emission, 
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the organic thin fihn layer 26 for green light emission, and the organic thin film layer 28 
for red light emission has a hole transport layer 16, a light-emitting layer 18 and an 
electron transport layer 20. 
[0140] 

As shown in Fig. 6, in the active matrix panel, a plurality of scanning lines 46 provided 
parallel to one another, and a plurality of data lines 42 and power lines 44 provided 
parallel to one another, intersect with each other at right angles, so as to form a grid. 
In each grid, a switching TFT 48 and a driving TFT 50 are connected so as to form a 
circuit. When a current is applied from a drive circuit 38, the switching TFT 48 and 
the driving TFT 50 become drivable on a grid to grid basis. And, in each grid, each of 
the organic thin fihn layers 24, 26 and 28 for blue light emission, for green light 
emission, and for red Ught emission functions as a pixel, and when a current is applied 
from a drive circuit 38 to one of the scanning lines 46 placed laterally and to a power 
line 44 placed longitudinally in the active matrix panel, the switchmg TFT 48 located at 
the intersection is driven, and a driving TFT 50 is driven along with that, then an 
organic EL element 52 in that position emits light. By controlling this pixel-by-pixel 
light emission, an image of full color can be formed easily. 
[0141] 

The organic EL display of the invention can be preferably used in various fields such as 
a computer, an in-car indicator, an outdoor indicator, household equipment, commercial 
equipment, a household electrical appliance, a traffic indicator, a clock indicator, a 
calendar indicator, a luminescent screen, audio equipment. 
[0142] 

[Embodiments] 

Hereinafter, embodiments of the invention will be described, but the invention is not 

limited to these embodiments. 

[0143] 

(Embodiment 1) 

- Manufacture of organic EL element - 

An organic EL element structured by laminating the organic thin film layers is 
manufactured as follows. First, a glass substrate on which an ITO electrode as the 
positive electrode is formed is ultrasonic-cleaned using water, acetone and isopropyl 
alcohol, and a UV ozone treatment is performed. After that, on the ITO electrode, a 
mixture in which triphenyl diamine (TPD) shown by the structure formula (1) below 
100 mol% and copper phthalocyanine (CuPc) shown by the structure formula (2) below 
20 mol% are mixed is deposited by condeposition to a thickness of 150 nm, so as to 
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form the hole injection and transport layer. Next, on the hole injection and transport 
layer, tris (8-hydroxyquinoline) aluminum (aluminum quinoline complex: Alqs) is 
deposited to a thickness of 50 nm under a condition of deposition speed 0.1 xan/s, so as 
to form the light-emitting and electron transport layer. Then, on the light-emitting and 
electron transport layer, an Al-Li alloy (contained amount of Li = 0.5 mass%) is 
deposited to a thickness of 50 nm under a condition of deposition speed 0.2 nm/s, so as 
to form the negative electrode. In this way, the laminated organic EL element shown 
in Fig. 2 is manufactured. 
[0144] 
[Chem27] 



[0145] 
[Chem28] 



[0146] 

- Measurement of surface roughness - 

In order to measure surface roughness of the hole injection and transport layer, at the 
stage when the mixture in which triphenyl diamine (TPD) 100 mol% and copper 
phthalocyanine (CuPc) 20 mol% are mixed is deposited on the ITO electrode by 
condeposition to a thickness of 150 nm, it is taken out and an annealing treatment is 
performed in a vacuum at 80 °C for one hour. As for this substrate on which the 
annealing treatment is performed, the surface roughness is measured by a probiag type 
step-meter (manufactured by sloan technology corporation) in the atmosphere, and the 
surface roughness is 10 nm or less. Resolution of the probing type step-meter is 
approximately 10 nm. 

Furthermore, as a comparative experiment, copper phthalocyanine (CuPc) alone is 
deposited on an ITO electrode by vacuum deposition to a thickness of 150 nm, and an 
annealing treatment is performed at 80 °C for one hour. When the surface roughness 
of this substrate on which the armealing treatment is performed is measured, the surface 
roughness is 35 nm. 
[0147] 

(Embodiment 2) 

- Manufacture of organic EL element - 

In the embodiment 1, triphenyl diamine (TPD) and copper phthalocyanine (CuPc) are 
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laminated alternately by vacuum deposition so that the thickness of each layer becomes 
10 nm (eight layers of CuPc, which makes 80 nm, and seven layers of TPD, which 
makes 70 nm) so that the hole injection and transport layer is formed to have a 
laminated structure (alternate laminated structure) with a total thickness of 150 nm. 
On the other hand, as a comparison, a laminated structure in which CuPc (80 nm) and 
TPD (70 nm) are laminated in this order (not the alternate laminated structure) is formed. 
These two are put in a vacuum, and an aimealing treatment is performed at 80 °C for 
one hour. When surface roughness of each of the hole injection and transport layers is 
measured, that of the former is 25 nm, and that of the latter is 35 nm. 
[0148] 

(Embodiment 3) 

- Manufacture of organic EL element - 

In the embodunent 1, instead of using a mixture of triphenyl diamine (TPD) and copper 
phthalocyanine (CuPc) to form the hole injection and transport layer, a mixture in which 
copper phthalocyanine (CuPc) 100 mol% and acryUc resin monomer 15 mol% are 
mixed is deposited by codeposition to a thickness of 150 nm, and a light irradiation 
treatment is performed with 10 mW for five minutes, using a low-pressure mercury 
vapor lamp. After that, an annealing treatment is performed in a vacuum at 80 °C for 
one hour, and surface roughness of the hole injection and transport layer is measured. 
The surface roughness is 10 nm or less. 
[0149] 

(Embodiment 4) 

- Manufacture of organic EL element - 

In the embodiment 1, a mixture in which triphenyl diamine (TPD) 100 mol% and 

tetraphenyhnethane shown by the structure formula (4) below 8 mol% are mixed is 

deposited by codeposition to a thickness of 200 nm to form the hole injection and 

transport layer. As a comparison, the hole injection and transport layer is formed by 

depositing the TPD to a thickness of 200 nm. 

[0150] 

[Chem29] 

[0151] 

An annealing treatment is performed to these in a vacuum, at 100 °C for one hour, and 
surface roughness of each of the hole injection and transport layers is measured. 
Surface roughness of the former is 10 nm or less, and that of the latter comparison is 45 
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nm or less. 
[0152] 

(Embodiment 5) 

- Manufacture of organic EL element - 

In the embodiment 1, a mixture in which triphenyl diamine (TPD) 100 weight% and 
pyromelletic dianhydride (PMDA) 0.5 weight% and 4,4'-diaminodiphenyl ether (ODA) 
0.5 weight% are mixed is deposited to a thickness of 200 nm, so as to form the hole 
injection and transport layer. Pyromelletic dianhydride (PMDA) and 
4,4'-diaminodiphenyl ether (ODA) are polymerized on a surface of the positive 
electrode by codeposition, and become a polyimide resin. Furthermore, as a 
comparison, the TPD is deposited to a thickness of 200 nm so as to form the hole 
injection and transport layer. 

An annealing treatment is performed to these, at 100 °C for one hour, and surface 
roughness of each of the hole injection and transport layers is measured. Sxirface 
roughness of the former is 10 nm or less, and that of the latter comparison is 45 nm or 
less. 

From the result of the above, as for surface roughness of the positive electrode contact 
layer (the hole injection layer and the hole transport layer, for example) contacting with 
the positive electrode of the organic thin film layer, it is judged as follows. That is, 
when comparing the case where the positive electrode contact layer is formed of a 
single low molecular compound and the case where the positive electrode contact layer 
is formed of a mixture of low molecular compounds or formed by laminating the low 
molecular compounds, crystallization less occurs in the positive electrode contact layer 
of the latter case. As for the positive electrode contact layer such as the hole transport 
layer, it is reported that its surface roughness sharply increases on reaching the 
glass-transition temperature (Tg) (Thin solid fihns 273, 202 (1996)). In addition, it is 
reported that smoothness and light-emitting eflSciency of the hole injection and 
transport layer are closely related to each other (Appl. Phys. Lett. 56 (9), 799 (1999)). 
That means, the surface roughness of the positive electrode contact layer can be an 
indicator of the effective glass-transition temperature (Tg) in the case of being formed 
of a mixture layer or a laminated layer. 

Furthermore, when the organic EL element of the comparative experiment and the 
organic EL element of the embodiment are compared, it is found that time-course 
decrease in light-emitting luminance of the organic EL element of the embodiment is 
smaller (life is longer), comparing with the same driving voltage. However, the initial 
luminance is different. 
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[0154] 

Here, preferred embodiments of the invention will be described below. 
(Additional Statement 1) An organic EL element having a laminated organic thin film 
layer between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer 
contains amines and at least one kind of compound selected fi:om phthalocyanines, 
porphyrins and carbazoles. 

(Additional Statement 2) An organic EL element according to Additional Statement 1, 
wherein a mixing molar ratio of the amines and at least one kind of compound (amines: 
at least one kind of compound) is 1: 100 to 100: 1. 

(Additional Statement 3) An organic EL element having a laminated organic thin film 
layer between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer has a 
laminated structure in which an organic low molecular compound and an inorganic 
compound are laminated alternately. 

(Additional Statement 4) An organic EL element according to Additional Statement 3, 
whereiQ a mixing molar ratio of the organic low molecular compound and the inorganic 
compound (organic low molecular compoimd: inorganic compound) is 1: 100 to 100: 1. 
(Additional Statement 5) An organic EL element having a laminated organic thin fihn 
layer between a positive electrode and a negative electrode, wherein a positive electrode 
contact layer contacting with the positive electrode of the organic thin film layer has a 
laminated structure in which different organic low molecular compounds are laminated. 
(Additional Statement 6) An organic EL element according to Additional Statement 4 
or 5, wherein the laminated structure is formed of three or more layers. 
(Additional Statement 7) An organic EL element according to any one of Additional 
Statements 4 to 6, wherein the thickness of each layer of the laminated structure is 20 
nm or less. 

(Additional Statement 8) An organic EL element according to any one of Additional 
Statements 3 to 7, wherein the organic low molecular compound is at least one kind of 
compound selected from amines, phthalocyanines, porphyrins and carbazoles. 
(Additional Statement 9) An organic EL element according to any one of Additional 
Statements 3 to 8, wherein the inorganic compound is at least one kind of compound 
selected from a p-type compound semiconductor and a p-type oxide semiconductor. 
(Additional Statement 10) An organic EL element having a laminated organic thin 
film layer between a positive electrode and a negative electrode, wherein a positive 
electrode contact layer contacting with the positive electrode of the organic thin film 
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layer contains at least one kind of organic low molecular compound selected from 
amines, phthalocyanines, porphyrins and carbazoles; and a movement-restraining 
compound restraining movement of holes. 

(Additional Statement 11) An organic EL element according to Additional Statement 

10, wherein the movement-restraining compoimd is at least either one selected from a 
steric structure compound, a vapor deposition polymerization compound, a photo 
polymerization compoimd, and a heat polymerization compound. 

(Additional Statement 12) An organic EL element according to Additional Statement 

1 1 , wherein the steric structure compoimd is tetraarylmethane. 

(Additional Statement 13) An organic EL element according to Additional Statement 
11 or 12, wherein the vapor deposition polymerization compound is at least one kind of 
compound selected from an epoxy resin monomer, a polycinnamate resin monomer, a 
polycarbene resin monomer, a polyamino resin monomer, a polyimide resin monomer, a 
polyamide-imide resin monomer, a polycarbohydrazide resin monomer, a 
polycarboxylic acid chloride resin monomer, a polyazomethine resin monomer, a 
polyvinyl chloride resin monomer, a carbonate resin monomer, an urea resm monomer, 
a polystyrene resin monomer, a polyacrylic resin monomer and a polyurethane resin 
monomer. 

(Additional Statement 14) An organic EL element according to any one of Additional 
Statements 11 to 13, wherein the photo polymerization compound and the heat 
polymerization compound is at least one kind of compound selected from a styrene 
group-containing monomer, a siloxane group-containing monomer, a vinyl 
group-containing monomer, an acetyl group-containing monomer, an acrylic 
group-containing monomer and an epoxy group-containing monomer. 
(Additional Statement 15) An organic EL element having a laminated organic thin 
film layer between a positive electrode and a negative electrode, wherein a positive 
electrode contact layer contacting with the positive electrode of the organic thin film 
layer is formed into a pattern in a single pixel. 

(Additional Statement 16) An organic EL element according to Additional Statement 
15, wherein the pattern is either a lattice pattern or a checkerboard pattern. 
(Additional Statement 17) An organic EL element according to Additional Statement 
15 or 16, wherein the pattern is formed by separately applying at least two kinds of 
organic low molecular compounds selected from amines, phthalocyanines, porphyrins 
and carbazoles. 

(Additional Statement 18) An organic EL element according to any one of Additional 
Statements 1 to 17, wherein surface roughness of the positive electrode contact layer is 
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20 nm or less measured by a probing type step-meter. 

(Additional Statement 19) An organic EL element according to any one of Additional 
Statements 1 to 18, wherein the positive electrode contact layer is selected jfrom a hole 
injection layer and a hole injection and transport layer. 

(Additional Statement 20) An organic EL element according to any one of Additional 
Statements 1 to 19, wherein the positive electrode and the negative electrode are placed 
opposing to each other and at least one of them is transparent. 

(Additional Statement 21) A method for manufacturing the organic EL element 
according to any one of Additional Statements 1 to 20, including the step of forming a 
positive electrode contact layer by codeposition of at least two kinds of low molecular 
compounds on a positive electrode. 

(Additional Statement 22) A method for manufacturing an organic EL element, 
according to Additional Statement 21, wherein a positive electrode contact layer 
contains a heat polymerization compound, and the positive electrode contact layer is 
heat-treated. 

(Additional Statement 23) A method for manufacturing an organic EL element, 
according to Additional Statement 21, wherein a positive electrode contact layer 
contains a photo polymerization compound, and the positive electrode contact layer is 
treated with light irradiation. 

(Additional Statement 24) A method for manufacturing the organic EL element 
according to any one of Additional Statements 1 to 20, including the step of forming a 
positive electrode contact layer by continuously laminating at least two kinds of low 
molecular compounds alternately on a positive electrode by vacuum deposition. 
(Additional Statement 25) A method for manufacturing the organic EL element 
according to any one of Additional Statements 1 to 20, including the step of forrning a 
positive electrode contact layer formed into a pattern in a single pixel by applying at 
least two kinds of organic low molecular compounds separately by deposition using a 
shadow mask. 

(Additional Statement 26) An organic EL display using the organic EL element 
according to any one of Additional Statements 1 to 20. 

(Additional Statement 27) An organic EL display according to Additional Statement 

26, which is either a passive matrix panel or an active matrix panel. 

[0155] 

PBfifect of the Invention] 

According to the invention, conventional problems are solved, and an organic EL 
element with high reliability, of which a positive electrode contact layer of a laminated 
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organic thin film layer is prevented from crystallization and the thermal stability is 
improved without damaging the electric characteristics, and an efficient manufacturing 
method of the organic EL element can be provided. Furthermore, an organic EL 
display with high reliability, having no short-circuiting of a pixel, of which time-coiurse 
decrease in light-emitting luminance is effectively prevented can be provided. 
[Brief Description of the Drawings] 

Fig. 1 is a schematic cross-sectional view showing an example of an organic 
EL element of the invention. 

Fig. 2 is a schematic diagram describiag an example of a layer structure of an 
organic EL element of the invention. 

Fig. 3 is a schematic diagram describing a structure example of an organic EL 
display (passive matrix panel) of a passive matrix system. 

Fig. 4 is a schematic diagram describing a circuit of the organic EL display 
(passive matrix panel) of a passive matrix system shown in Fig. 3. 

Fig. 5 is a schematic diagram describiag a structure example of an organic EL 
display (active matrix panel) of an active matrix system. 

Fig. 6 is a schematic diagram describing a circuit of the organic EL display 
(active matrix panel) of an active matrix system shown in Fig. 5. 
[Description of Numerals] 
1 : organic EL display 
8: organic thin film layer 
10: organic EL element 
12: glass substrate 
14: positive electrode 
16: hole injection and transport layer 
20: light-emitting and electron transport layer 
22: negative electrode 

24: organic thin film layer for blue light emission 
26: organic thin fihn layer for green light emission 
28: organic thin fihn layer for red light emission 
30: positive electrode line 
32: negative electrode line 
34: organic EL element 
36: constant current source 
38: drive circuit 
40: TFT circuit 
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42: data line 
44: power line 
46: scanning line 
48: switching TFT 
50: driving TFT 
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:^t<^D (SH^Bfb;^)^SiiD}c<<SO) . ^'^Xipi^S^ (Tg) ^[RI±^^i§c:i:*^' 
^/c. D . Ms3i5[faiBH^1-TSS t:. WIB^^^X 

^^Sje (Tg) ©|ql±am*^ + 5i-T^v^ci i:*^S§o 
[ 0 0 4 2 ] 

{b^tiii^rg^LTf^fflLTfe J;i/^L. MISjESSMM^x ^^liffi^J-^lb^ti i: 

[ 0 0 4 3 ] 

tul3IEgj^ttM^«Hm3ilc^|fr ^iiOff^^i: LTtt. # tc: PI < . i «i 50 



u u 
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M 13 # il ® s 2 0 n m ^ ® X. § . M f B IE @ » ii 43 ^ X ilg 1^ ;g ( T g 

) # + 1^ ± $ -^t ^ c i: fr\ m it^ m mt ^ c t ■ff' n ^ rj: c t ti^ h ^ . s 

/c . M IB 7t li IE ?L X A - X t ^ ti ^ < § c: i: S ^ o 

MtBIEIii$fi4ii^^«il3gti:^tl--r mmmtLXit. # $ij PI ^ < . aw^cjs 

[ 0 0 4 4 ] 

ftO. MiBMS^toStv^TSB^Bfbjb^^c: D < t) , MfB v X ^^gjg 

(Tg) ^[ni±S^§(:i:*^-et§o 

[ 0 0 4 5 ] 

<t ^ H tti'iX^ ^j^Xs 20nmJXT*^»$L<. 10nmi;^T;?J^J:DlfSL< 
Mi5#«<7)ff 2 0 n mJ^®^§ i:. MiBiE®igttJltcfc'tt§ (T g 20 

[ 0 0 4 6 ] 

MIB^HJf B9ieiE@igMMic*5tt§«)iitJ: LTtJ. # 0J PI fi ^ < , g^fc 

[ 0 0 4 7 ] 

MsB^raff^ll©^^. MfBIE7L?4 Attfb^tJM rl^? ti§ BulB^liKiffliMib^ti t LT« 

. mxii. 3if*«i3ifb^i5. ^tfM^ttfb^ti. T^s^'isik^t/. mm^'\^it^mrj: ^f^^ 

[ 0 0 4 8 ] 30 

MfBiz:f*^ji{t;^ti t Ta. WKUmitrj: < , i 6^ tc JS i; Ti.^^n cD t> o © * 55)^ S 
KTS o I^J^tf. TiB«3iS (4) Kmt h ^ 7 x - J\y ^ ^ ym O h y 7 

V - )V ^ ^ y rj: E ti^mi'f ^ o 

(inett. 1 a^jST^fflLTfe 2fflix±^{?ffflLT'fc iv^o 

MIBiif^pjifb^tlti. iE#«l5i%Wr § (0lJ ^ . MIBx h 5 7 x ;V p< ^ y 

< ^ D (|g bI, ft e ^1 0 < < * D) . ^'^xig^r^g (T g) ^m±-^^^ 

[ 0 0 4 9 ] 40 
lit 8 ] 




«it^ (4) 



50 
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[ 0 0 5 0 ] 

MIB^««^ttfb^tl i: LTti. #tc$ypsaft<s g 0^ i; T d.^^ © © © * A> S jig 
mut ^ c tffT^. {?|J ^ «\ X .1^° 4^ ;|t J]| t y V - . .t° U ^ ^ M X X 7" ;l/ It J3g t y V 
- . *° U ;V y ^ Si t / V - . U 7 5 F It 0g t / -7 - s 4-° U ^ 5 F li t / V - . .t" 
U 7 5 F ^ 5 F li gi t / V - . 4-° U ;^ ;l/ t F 5 F ^ SI t / v - . .t° U ;^ ;V *~ y ^ ^ a 

cn^it. 1 LT fe i V> 2 SJ.;(±^{?fffl LT j; V^o dtl S <D * T ^ 

U ^ 5 F li fli t / V - $f $ L o 
[ 0 0 5 1 ] 

MieTfefi^ttfb^tiXfiMIBiiS^'HEft^t! i: LT«. It t^: f^O PI ^ < . @ « jiS U T 
[ 0 0 5 2 ] 

^Bittimc f3lC< <:S:I3. :^J^X^^iaS (T g) ^ IrI ± ^ S d # § T W fij T 

[ 0 0 5 3 ] 

IL?i Attft-^tlli : ^©iWSO'fk^tl) iiLTti. # $ij PI {± < , i 6^ JS U T JlgSJii 

e<:Otc<<*D) . ^'y (Tg) %iR]±$^i.di:;^)':-t?t§^i?. i : 10 

0-100 : l!b^iif$L<. 50 : 100-100 : 5 if^ X 0 ttf ^ L o 

MiH?i^t;vj:b*^ 1 0 0 : 1 0 0 Ki&-^ < mmiEmi^mmi^^if^mmoi^^^fii 

±t <r^^ i1^fB\ttmc 0 < < & 0) . ;9'^X!!g^ra^ (T g) ^rpi±?€§ d t-b"^ 
-et. S/c. i; ^ffli?ScfliiJffl];^)^~§^^c:Q:§j^T-WfiJT-a& 0 . MIBiStffiSBH^^T^ 

fe^fc. wiU^'y TsU^'Um (Tg) ©[Ri±5?(j*;b^ + ^3^-ejS:v^c: i:*^fe§o 
[ 0 0 5 4 ] 

HulBmSff^H©^^. MiBiE@3t«M*^ M iBIE?La A'l4<ba-tlS;^)^ 6 SJi^ S ti § ^ ilfg 
^^?fb^tl©'>* < i: 2iS;5)^^t)5^tt$nT/-?;5f-yfb$nTi/^§0;?)^iffS Lv^o d© 

^cj;i9ff^i?Sc-r§^^^MIB«liPiii;'r§^^fc^illci|g^Hfb^^m6^tJ:WSiJ-r§di:*^ 

mt ^ fc ib itmi^^yj ^ L o 

t ^ if p, n § o 

[ 0 0 5 5 ] 

mmiEmmmm(Dm3^ tLx a. m^zmmn^j: < . smizm\^xm:M.miRt ^ c tt^x^ 

X^^(Dtf^W^L\,^o 
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( T g ) ^^ + j^\z\^±-s^^ctffx^tt. ^Bit^mmt ^ c t tt'i-e rj:\,^ a tff^ 

^ o 

[ 0 0 5 6 ] 

1 5 n ml^ATXh ^ (DtS^ X ^ Lh^ o 

[ 0 0 5 7 ] 10 

*fsi3i!'D*^ E L iiEoa??. iEgs:t>"ftS(DP^ic. mm tifcm mmmm 
#^c$ijpi«%<^ a wtjsuT3ii:M©^-r§ c fi'ii^jf. «t© (i) - 

(1 5) . Bp-e (1) m/IE?LaA]l/IE?Lf&jil)i/^)te«/«?fi3iM/'a?aAii 
(2) IE@/IE7LaAP/IE?Lli5^S/f§)fe«/«?ll3ig/:&1i. (3) lEM 

/jEnrnxmrnmrnm (lEJimmm) /^%m/mi'mmm/n=?i^xm/'km. (4) 
lEm/iEiimxmmmmm (iE?L!ii3^ii) /w^m/m.i'mmm/'^m. (5) ies/ie 

?La Aii/iE?LaAH^ItMg ( IE ?L II jgI S ) /f§7teS««?li3iii/ll?a Al/fe® 

s (6) iEm/iEiimxm/-iE^mmm/^%mmni'mmm/%.m. (7) iE@/iE?L 

aAii«ll3i« (IE?L^3iS) /lil7te)ili«?m3M^/«?aAJl/:ft@. (8) iE^i/ 20 

lEiimmm/^'^mmmi'mmm/n.m. o) iE@/iE?LaAS/'iE?Liiij2iii«f§)tei 

/lt?li3M/i/ll?aAl/:t^i. (10) M/iE?LaAM/IE?Lln1jMii*f§7tea/M 
(11) iES/iE?L?iAilJSilMliSftfl)te« (iE?Lft15iiiM|g)tl) / 

m=?'mmm/n'f'^xm/%m. (i 2) iE^/iE7LaAi«M3iJi^fi^p iiE^mm 
mmn%m) /m.=i'mmm/%m. (1 3) lEm/iE^^xmrnm^^mm^^mmni-m 
mm iiE^immmm^ftmmmi'mmm) /%m. (1 4) lEm/^n^^xmrnmrnm/ 
^ytm/mi^mmm/mi-'&xm/^m. (1 5) lEm/iE^'&xmmmmm/^^mm 

[ 0 0 5 8 ] 

Mf5*aE L^?*^BuiBIE?L:?"n'y^:/^"a^W-r§^-&}j:tt, Mi3 ( l ) ~ ( l 30 

mmj}iii^wm\^mif o s/c. mih (i) ~ (i 5) il^^^x. luieiEgtrits^g l 

TV^§. MfBIE?L?iASXt*Hui5iE?L?iA®«lij^e*^~MIBiESgteiitc^S IfifBIE 
t It ig^g L T V^ S HU fBiE?La A« ± |« sHIETLIIMM 5 n T § t # t ^ 

IE?LaAM*^'B5t3IE@gliB!g{c^^-r§„ 
[ 0 0 5 9 ] 

^z.x. MiB (1 5) ^m/iEji'-&xmmmmm/^%mmm.'?-mmm/n.m(om'^^m 
t ^mm^ Lm^p^myrst ^ m2\zw^tm^x^K) . ^HEL^^ioa. ;^7^7X» 

« 1 2 ±tcj^^?ti;^cIE1i 1 4 (Ml^f^. I T 0«:1) i:. iE?La A^^ttJs^S l 6 i: . 

n^mmm^mmm 2 o n.m2 z am^n. ai-l imm) comKmmhx 40 

SSii1ifiSc^=t-r§o IESl4i:ft:^2 2i:ttffiM^:n^LTSv^lJ:^M$nTi/^§ 

o ii cD^^ E L 1 0 tcfc'v^Tti. iEd=L?±AM^ii5M« 1 6 t^^ftmmm^mmm 2 0 

[ 0 0 6 0 ] 

J;^T. *flB^<7)HulB^a E L *?t$3^t§MtBIES^ttMtX^i-0#S 

[ 0 0 6 1 ] 

-lES- 

mmiEmtLxit. ^irimmitrs < ^ smicsi^^i^xm-^mnt^c tfj^x^ mibie 

?L^iASt^ iE?L (*^U7) ^ ft^t" § c i: TF- 1 § o A^$f S L o 
[ 0 0 6 2 ] 50 



114; 
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Axx (I TO) m(Dmm-'^±mm.\tm. si. ^ u ^ )vm(D^m. cn^o 
mm'^s & H;6^Ptf sn^o cnstt, 1 ffim?4i?€fflLTfe jcv^l. zm&L±^mmb 

® M ;^3^ & tt I T 0 p^'^ # S L v^ o 
[ 0 0 6 3 ] 

lul3IEIi©j¥^f^ bT«s # l;: {^J PI ti < , i D jiSjifR rT t^T $> § /b^ mUM 

mtytmUt(D/iyyX(Dmj^f3-'lE>l±. l~5000nm>^)^^^^f^L<^ 20~200nin 

cJ; D » $ L o 
[ 0 0 6 4 ] 

p. . tu 15 ^ 7 ;l/ ;^ U ;«7^ ^ X . -y V ti rj: E V 7 n - h ^Mhrcmmy - ^ ^ L.iJ 20 
X iff S L o 

tLX:ffy :^^m\^^^m'^\Cl>t. mn 0 . 2 mm&.±X^ <:) . 0. 7mmJ-X±*''» 
[ 0 0 6 5 ] 

/^>y ^ y^^i*. M B E (^^^llxtf^^e/-) ^ 9 x :t y tf- a?4 . ^;ty 
f\y-y'^y'>°m. fyx-^m^m {mmw.m^^ :^yf]y~7- ^ y s %=fm.mm 

. L B?*. WfiiiJSs ■ft^KiS?* iV)V-f)V'^r^E) ta: I T 0<D^iCtl^ 

^^j5l-§73S. *H©±^BLfc7?^Ji: J: Oi!f3itcfl^fi5c-r§ «! i:*^T'tSo 30 

§ ci Ri f § o mm^ (D m(D M t h X i,t . m^\f. mmiEW.(Dmuff^ i n ox 

[ 0 0 6 6 ] 

[ 0 0 6 7 ] 40 
mm^^UntLXlt. # PS < , g jsS U T d^^^ O © © * & Mg^l^-T s 

c^;>b^^-et. iife^TtMip^^ m^m^un. n^m^un. m^^ftumr^Et^mi'fibn 

So 

M IB « f§ 7^ i: L T « . » fg 5te nr |g ;S: O 1? S n # f ij H « ^ < . ^ij ^ (i\ y 
+ / U Z n i: © 4 Efeiif*:. H^^^tf n§o 

Hui3#fe^7te«-i^ t LTii. m^mft'aimrj:^(Dx^HiimKmmif^£ < . m^if. dc 50 
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Mfe^CC. W. Tang, S. A. VanSlyke, and C. H 

Chen, Applied Physics Letters vol. 65, 
3 6 1 0 ( 1 9 8 9 ) ) . ^ Tfe f§ 7t tt * -r § * 7 ^ y fb ^ tl X 4-° ;V 7 ^ U y 

{b^t/ (#lfl¥9-l 3 0 2 4 ^{l^m.. ¥9-296 1 66^1^$g. #11 ¥1 1-2 

5 1 06 1 ^<l^ms #If1¥1 1-25 1 0 6 H^^|fl#^W098/0047 

4^{lkm) . /*fem7tefi7ttt^^-rse7.7yxi^yfb-a-ti (i#f»1¥i i-i 4 4 s e s 

^ f g ) . ^ H P S n § o 

[ 0 0 6 8 ] 

icBf&t ^ c tifX'^ 10 
[ 0 0 6 9 ] 

lulHflTfeli^lP^^fctTti. l~5 0nm:^^'$f^L<. 3~2 0nm;!j^~ctD^!f$H/^o 
lul5fl7teS©»^^A^ tulB^S Lv^itfilSH-efe^ t . E L J: D fl)^ $ ti ^ 

f IJ T S § o 

[ 0 0 7 0 ] 

tutsfgTteiii. tuieiEjLiijiji. mmm^mmmrj: e (omm^mmt ^m^mmm^i'mm 

[ 0 0 7 1 ] 

mm t ffmrj: 0 ^ V . mt- 7. h uufj' X h um^ t mm:^^ ^-^ =^ - ts^^mff^i€ 

U(D^io'^mBj:.^-^)V^-^^hhXWL^h. fg^a^tftti^o 
[ 0 0 7 2 ] 

Il|±;?)^®^5£-r§ ii J: Ofil)fe^?KT'tiS<'Fffl*^^li, riia[?i)tej i:ift^n§fg)^SJ( 30 

it^mtiK mmts7.Yit^'m^K\tmim{rmmx'^'^-^nx\^^(Dx. mis rm^m^i 

[ 0 0 7 3 ] 

MIB*X hl^^s^i: LT{4. !|t^^:Mll^i*<^ i 6^ iS C T MlCM^f § c i; 5?)^ T t § 
[ 0 0 7 4 ] 

Tie^^i^ C6) xm.z^^i^mmr ^ymm¥^. TsB«5i^ (s) r-^^ns 

TIB^ig^ (l 0 ) T« ? ti § 4" * y lift. TIHIiJg^ (1 2 ) 40 
-Pg^nsi, 3, 6, 8-xh^7x:^;l/lfU>{b^tJ. TiB^5i^(14)T:'^$n 
i>'Xf- U ;I/7 'J - py^'«f*. TlSaiti? (15) T~^$n§ p --bi^ + y x-;V, 

T IB fli ^ (1 6 ) s ^ ti ^ 9 . 9 ' - e r y h u ;i/ . * H ^ff ji t;: # b n s o 

[ 0 0 7 5 ] 
Ut 9 ] 
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11 



A r- 



N 



PiiiC (6) 



L 



. 12 

R Jn 



[ 0 0 7 6 ] 



MI3«3ii^ (6) nfi. 2 Xtt 3 ©Si^^SrS-To Artt. 2 tf ^ L < 3 fiffi i?) ^ S 

^oTv^Tfec];<. 1 fffi©^Si^ax««^3S^^S)K»^«-ro Mia i fi^^s^sx 

[ 0 0 7 7 ] 

MiHiiJS^ (6) r^msH^^nmr 5.ymmi^(Df¥x^^. ymmm^ u) 

N, N' -i>'•:^7^;^-N. N' -v'^x:::;!/- [1, 1' -^7x^1;]/] - 4. 4' - 
i/T^y (NPD) RXf^(DmmWf3mi^L\,^o 



[ 0 0 8 0 ] 

[fb 1 2 ] 



[ 0 0 7 8 ] 

[fk 1 0] 




[ 0 0 7 9 ] 
[ft 1 1 ] 
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R- 




10 



T <D t © ^if 3i tc ^ 5 n 5 o 

[ 0 0 8 1 ] 

[ fb 1 3 ] 




7 7 5 ;v 4^ ;v S . 7 -Jr - ;v a , 7 U - ;V S , 7 / » . 7 5 y a ^ 7 ;v S 

, 7;^3 4^>'A;^5^^ — *;i'#4^5/;vSs 7;i/3:^^i/S, 7;i/4^;i/x;i/*rL;vs, 7k 

mm. 75 7 u -;i/;a- + >'S. 3f ^iKJ^^tzkm^ss^ xit^^mmmmm^mh. so 

MIB«5g^ (8) ff, n{i. Sit^^L. 2 X« 3 A^iif Ji fc ^tf B n § o 
[ 0 0 8 3 ] 

tuBB«5i^ (8) Tg$n§*;V^V/-;l/^##:(Dit>T'fe. A r A^ y -tf V 

^frhx z-Dmm-^nrc^mmmv^ir) . r • ' RtfR ' ' *^7j<^ii? t-s d . n = 2 
fe^fe©^ fiP^. Tie«3i^ (9) T'S$n§4, 4' -ex ( 9 ;v) _e 

7x:i;V (CBP) J^t;^<DM«^^:;6^BSS5$n§ fe<D*^ * ^ # M ti S ^ 



o 



[ 0 0 8 2 ] 



[ 0 0 8 4 ] 
[ft 1 4] 



40 




CBP 



[ 0 0 8 5 ] 



50 



U8J 
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[fb 1 5 ] 




«ie (10) 



10 

fetch. M!e#ijis (10) Mi. 7i<^M?xtt-fffi^{b7j<^a^g-ro 

[ 0 0 8 6 ] 

Mi3^5iS (1 0) -e^-^n^^^'-yymwn^-^-^. TiBii3i^ (1 1) -e^$n§7 

;V5-'>A4^/Uy^^ (A 1 q) (3£fl3tjKft= 5 3 0 n m) *^^iff $ LV^o 
[ 0 0 8 7 ] 
[fb 1 6 ] 




(11) 



Alq 




^ n + U -;V»*^'^!f jit^tf 5. ti. c n 5, M H^S ? n T T 40 

MIBa3iS(12)-e^$n§l, 3, 6. 8--rh-77x-;Vh°Uy£0cfiTfe. R'*^ 
~R ' ' 3b^7j<^j^s?-?-S§. MP -5. TIB«ji^ (13)TS$n§l, 3, 6. 8-xh 

[ 0 0 8 9 ] 
[fb 1 8 ] 
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[ 0 0 9 1 ] 
[fk 2 0 ] 




[ 0 0 9 2 ] 
[ft 2 1 ] 




9, 9' -fTi'hU^U 
mjia (16) 



[ 0 0 9 3 ] 

-iE?L:/n >y ^-y^-^- 
tifiT^^o 50 



uo; 
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[ 0 0 9 4 ] 

M IB # ^ E im^tt'^mmjEJiy^u y ^y^'M^^Lxh^^ t. ie s w s it * n t t fc 

IE7L*^MlE?Ly D >y 4^y^"l-eyD y ^ ^ ti . Ati*^ 5 ili^ ^ ti T t fc MiE?L 7" a 

[ 0 0 9 5 ] 

i: § . fij ^ a\ M ^ 1 ~ 5 0 0 n m @ ]g T S D ^ 1 0 ~ 5 0 n m » ^ b „ 
tu IB IE ?L 7" a >y ^ y ^' H . # g ^ 5i T S T J; b ^ « M « 5i tF' ^ T J; V> o 
MIBIE?L7a >y 4- y J: D fgfig-r § d i: t §o 

[ 0 0 9 6 ] 

MiB«?m3M)l t: LTfi. # $!j PS « jS: < , i 6^ icjS U T jigSiRf S d i: t S *n 
|filBm@;?3^5 0«?^lt5^-r^atg. tulBIE^;&^e.aA$nfcIE?L^lt^-r §^ 
© -fn ;^)^ ^ # L T § O W « L o 
[ 0 0 9 7 ] 

MIB«^«l3g»<^*tiSfc LTtt. ^ittcfiJISia^ < , ie^llcjSCTjillMJJiTS C fcife^-et 20 
. m^ii. MIB 7 ;V 5 - -j; A 4- y y y §gf* (A 1 q ) ^ © * / U ^ :t -9- 7 

- , h u 7 y - ;^ p » f* . y ji-t y h ti 0 ymmw. uymmit. }£v i^y 
MSI*. tfU5i>^y^^#. ^ / V ymmi^. iPy a, - j\,:3r y ymmw. - humm 
yjvtuymmw^j:E. SHA^^tf5.n§ 

[ 0 0 9 8 ] 

Hu IB 'il ? It 3^ 1' © J¥ * i: b T . ^It t;: $0 PS « * < . g 6^ i; t 51 i: 51 JJ^ 1" 5 d i: ;^)^ ^ 
. m^ii. M#l~5 0 0nm@i[-t?feD. 10~50nm*'^^|!fSbV>o 

[ 0 0 9 9 ] 30 
<^m^*^ 5 Jiiif S H/^o MIB 1 . 3, 6. 8 -HHi^i^ l^^fb^ti J: 0 fe^^ilXi^ 

tf^mi&mxh^n'fmmuntLxit. m^if. y j^i-y h u v ymmw. t^^'jrv 
~;vmmi^. h u 7y'-;vM«f*^ if ;?)^^tf 5.n. TiBiijg^ ( 1 8 ) T^^ns 2 , 9 
->'p<^;v-4, 7->*'7x^;i/-i, io-y3ii-yVuvy{BCP)s 2-(4- 

tert-7f-;l/7x-;l/)-5-(4-e7xri;l/-Y;l/)-l, 3, 4-;a- + -9-i>'7y' 
3-7xr:;V-4- Cl--f79^;V) - 5 - 7 x ;V - 1 . 2, 4-hV7V--jV 
. 3 - (4-t e r t-7'f-;l/7x::i;l/) - 4- 7xr:;l/-5 - (4' -lf7x:i;V-r;V 40 

) -1, 2, 4, - h V 7V~jv. if^^iSFjit^if e.n§o 

[0100] 
[ f b 2 2 ] 



uu 
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(18) 



H3C g(,p GH3 



[0101] 
[fk 2 3 ] 




2-(4-tert-7'g^JU7x -JL.)-5-(4-e-7i-JU-f JU) 
-l,3,4-:d-4=-y-v7 V-JU 



[ 0 1 0 2] 
lit 2 41 




3-7x=;u-4-(1-:>-7^;u) 



Co 1 0 3] 
[fb 2 5 ] 




3- (4-tert-33^?^;i' 7 x -4-7 x -^U 
-5- (4' - If 7 X ^U-f -1 , 2, 4- h 'J T 



[0104] 



U2; 
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[0105] 

Mia«?axii©»Si:LTtt. #ttiji5gtt^<. s m K \z X mMmmt ^ ^ t fo"^ T ^ 

[0 1 0 6] 

. m^iis mn 0 . i ~ i o n msgr-fe o . mmmmm^m^<Dm^(DmxL^t (da 

0. 5~2nmA'^^SLV^o 
[0107] 10 

M 13 m ffi i: L T . # t fjjiJ PS ft < . @ W iS U T 51 g M K 1" ^ c t :^)^■ ^ § M IB # 

[0 1 0 8] 
[0109] 

mmnmcDunomi^mt lxh. 7 ivti u^m ci^y^tf l Na. k. cs^h) . 

7)Vfs^)±m±m (0!l^lfMg. Ca^&H) . ^> ^\ 7;V5:^'>A. ■:^^U'^A- 
[01 10] 

«Pi$[*M e V«T<7)l^ifl3&^«?$ b < . 7;V5::i'^A, U ^ 'i' A - 7 ;V 5 - -> A X 30 

^t^?>©rl^^S^ '7^':T-i/^A-iS-&^Xtt^nP.(D?l'a-^li^ ^^^;6^J:D»*b^/^. 
[01 1 1 ] 

Xt^tP. l~1 0000nmA^$3=SL<^ 20~200nin;«)^J;0i!fSH/^o 
[0112] 

/^y^Vy^^m. MBE (^^?lixlf^:^i/-) ^/^X^f-^:tye-A?4. t y 

y\y-7-^y^'m. y^x-^m^m (Mmmmm-f tyfu-v^ ^ y'^^m) . ^^mmm 
. LBS. EPff.ijs. rj:E(D±mhrc-^miL^'owmiLmmt^ctf3'^x^^o 

[0113] 40 

^^•ffiiF^j^^uT J: v^ L. ^iibmmLrc^^^mm-^^x^^mm^^m^Lx 

[0114] 

MIBIESRtfMIBmS<7)gmfii: LTtt. ffitf^ L < . m'S Q / D i;iT X ^ ^ co ■h'i 

[0115] 

- ^ © ffi © ii - 

^©fi©ii LTi*. umm. rj:Et,mmKmif^ti^o 50 
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[0116] 
[01 17] 

mmUmmoUn t LX it. m^a. in. Sn. Pb. Au. Cu. Ag. AK TI 
s NiHtO^S^ MgO. SiOs Si02^ AljOa^ GeO. NiO. CaO. B 
aO. FeaOa. Y2O3S TiOz^O^M^fbtf. SIN. SlN^Oy^Ogft 
tl. MgFzs LiF. AIF3. C a F z moD^my y it^. .i^iJx^U:/, .I^UT^n 
\£Uy. ^-V ^J\y ^ ^ V U - h . >-3^ U 5 F . 7 > .1^ U x h 5 7 ;l/ :t D X ^ 10 

Uy. t^V ^ titi h V y J]^ttix.f-lyys t° V ^ ti u y u u y . ^ a p h u 
y ;V t xn 3:. ^ U y t iy ^ ti U zy y )V t U j:- 9- ]y y t CD i^m-^ it . x b^7;l':tDX^lxy 
i;'>^< lffl<D=ityv-i:^^tytyT-ti-g-tl%^^S-a-S#Tlf&n§^^II^f* 

^0. I %uy(D^m^mmrj:Eif'mifiE>ti^o 

[0118] 

jS. mbe (^^?^xtf^4-i^-)jS. -r:t>'7i^-ri':/ 
y^^x-^m^m (^mw.mm^tyyu-i'^yir}^) . etibijs. ig^?*. rj:E(D 

±3ZE Lfc^^Slc J: 0 jitcj^^-r § c i: *^T' t So 20 
[01 19] 

. 7 VJ-XTt?f§)^-rs<7)*^i!f S L < . 5 ViXTT'5il)t-r§®*^ J: D iff S Lv^o 

X. 100cd/m2jX±-efeSCD:?)^'»3:b<. 5Q0cd/m^iiA±X^^(Di!i^^^W 

< . 1 0 0 0 c d /m^ i;i±X^^CDifnK^^h\:^o 
[0 1 2 0] 

^mmcDmuE im^it. m^Hs n^^if^-^. mnm^^m. mmmm so 

■^yhy^v-y. ^mm^m^iti^ib tt ^^m^mi^^h^xwm^^mmt ^ ^tifx 

[0121] 

E L ^?©M]t:^5* i: LTti. !|t $ij PI < , i 6^ U T © ^ . 
^U^tt\ C0:$imBM(Dm mE L m=f ^WmicMmt ^ C t t'^X t ^ o 

[0122] 

(*^E L^^OS^g^S) 
*?|B^©Wil E L ^?©^5i;&?4 tt. *^^©tfiE=tilE L^?©Mig73&T'S^T, A 

1 v^j^^ < i: 2 m(ois.^^it^m^iEm±i^^m^t^ ^tir:^<o lEmmmm^mmt 40 

§jEg^ttjiJ^5gig^^ty^-ll«. A 2 i:fe2a®{g^^?ft:^ti^iEM±^c 
A3 W'prj: < t t 2 S(DMf3W«fg^^?ft;^ti^ F- x'X^tc J; D . 

m. (D t tiio-^ X ^ o 

mmm-mmnmm^mmic^h^x . mmiEmmmmif^mxm&.9%(DxmtLxii.. mi^ 
mmit rj: ^ ^ m \c \: X m-^mmt ^ c t if X ^ ^ . 

[0123] 50 



U4; 
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?4 T o 

mmmmmti-^ ^mmr^^ t hx ii. # $ij n « & < , smiciiii^xm^mnt ^ c tif 

M 13 ^ « © ^ > ^ H H L T a . » $ij IS {± < , a « JS U T © © 4i p. 

[0124] 10 

^ L /c 7 X S « % . 7j< . 7 h > S. 0^ ^ V 7° D h° ;V 7 71/ n - ;V T M ^ ?S L . U V 

tvy^mt^. ^(Dm. CO) I T omm±KmmiEiimxMmmmm t lt® h u 7x 

=ijVi^7 Z y iT P D) 100^r;V%tjl[^L. 20t;V%t?)ai7:SfD->7->(CuPc 

ris (S — hydroxyquinolio) aluminum(Alq3)^^tfj^ 
mo . 1 n m/ s (Dewier m^^t)^ 5 0 nmi::S;5J:afctfiiHIE?LaEAl«!!i3^ii±tC^ 

«LTMfefg7teS^«?iiiM)i^?^^-r§o ^tr. ai-l (l ic73-g-;t«=o 

. 5Mm%)^mmm&0. 2 n m/ s ©^#tCTl***^ 5 O n mi;;S:§ J: ^ tMIBIg^ 
«««?M5m±t^«LTHUiBm®^J^^-r§C fctcj: D> E L A^SJt ^ ti § 20 

[0125] 
M-^miRt ^ c t tfi X ^ ^ o 

mmm~mmcD-mic'Dh^xmm'r m^^t. sf-\ MiBiEiii: lt<7) i Tonm^m 
^tfc^'vxSfe^. 7j<. 7-i2hy;Rc;-i'V7°Dt°;V7;v=i-;vtJ:TM§}S^itt. uv 
t'/ymmt^o t(o^. c(D 11 omm±.K. Y')y :x.-)\yi;7^y (tpd) tmy 
^ui/7=-y (cuP c) t^^n^ni o nm(Dm^x^-s.\zM'^mmm\^^^mm ( so 

CuPc^Sii. TPD>g:7l) L.-g-tfcD|p*/bM50nmT-2&S«l^i5g(DtfilBIE7L 
aXii^M32!S5:ff^J35c-r^.'^tC. tris (8-hydroxyquinolio) a 
I umi num (A I qg ) ^^SjiSO. 1 n m / s O^^KX W-^ti'^ 5 Onmi:^§ 
cfc 9 fcWiaiE7LaA«^i|iM)i±tc^«LTBvfiB^5tJi^«?fB^5^)i^}^fig1-So ^ LT 
. Al-Li^^(Li«D#*«=0. 5Ka%)^^«MaO. 2nm/s(7)^#ti:T 

jp^^:^)^-5 0 nmhr3:^iioKmu^itmmm=?-mmm±.\nmmhxn,m^mi^it^chK 

J: 0 . E L ^?*^S3g?n§o 

[0 1 2 6] 

M§BmHSI«tc*3tt5BaiBmD^J-tt{*. iWtcjSUTMllSJRLrc^^tcS^-pTtTa cl i: 

01J^«\ ^SSOv"^ F-vx^^fflt/^T^«at J: DfTd c: ii*^Tt§o 40 
MiBIEJLaA'ttfb^tlMA^&SS^^nfc 2aJL:<±<D{b^tl%f>^ F--^X^ (1 

Pg: SOxiOO^imM m 5 Q \i m) ■ri.^t)li^^^«^-ti:§<:^fcj; 

D tf 9 ^ i: T- 1 § o 
[0127] 

[0 1 2 8] 

(^^E LxVX7°l/^) 

*fSBJi®*^E LxVx7°b^ii. *f§0J!(DMfB'taEL«7-^^>&< i;feffl^/^Tv^§e: 



JP 2005-2012 I A 2005. 1.2/ 



[0 1 2 9] 

SuiHW^ E L X ^ X y U-^ fi. ^fefgTfeO <D-eS o T j; L. ^ fefg)t © fe T S 
CO 1 3 0] 

mmm m E L ^ X •/ u ^ y j]y ti ~ ^ -f (D ^ (D t -r ^ m t h r It . m^if r^^ij 

(B) . ^fe (G) . (R) ) icM!&t ^^^^tl^'tl§%^t ^m^E L 

mftmmm^mhxm^ (r) s:t;^fe (o tc^^-r sfe^^s^. * H^^sisnTv^s lo 

[0131] 

MIB3fefS7fe?*lca;'9 7;P;^7-^-i'7°iD*^E Lx^-xT'l^-f^^ji-T^^-^tctt, W 

g ^ 5 o 

[0132] 

■r s ci ^ -e t § >6K f?y ^ ® :p fiSc ito (ie^i) /IuSbn p d /tibis^t-^^ n§ 

DCJTB 1 %7;I/5:^»>i>>^/ 'J ( A 1 q ) /tfifB A 1 q / A 1 - L i 

) ^ i>(D-^ Eif^UfM^mif ^tl^a MfBDCJ TB«s 4-d i cyanome t 20 

hyl ene— 6 — cp — julol idinostyryl— 2— tert— buty 
l-4H-pyranTfe§o miM k I q it ^ L fcM <:) ^ ^ o 

[0 1 3 3] 

[fb2 6] 




30 



[0134] 

mmm^^^mo^mE im^ thx It. !|#tMPI^i^<^ ^^^p©^ ©(d**^ sjigjiJi^ 

f S ii m^li. mmmff^. ito CIEIi) /MIBN P D/>::^>< F U 

y 1 %MfBA 1 q/WIBA 1 q/A 1 - L i ( ft @ ) s T ^ § <D ^S: if $f 3i til ^ P, 40 

[0135] 

mm^^^ytm(D^mE Lm^? t LX it. #(C$iJPItiS < . ^i.Hn£D€>cD©4i^)^P,aii[liiR 

■rs z. tffx'^. m^ii. mmm-h\ i t o ciEm) /mibn p o/xf- u jvt 5 

|2^4. 5%-X^y;V7'J-l^yif2i{*/'|[ui3Alq/Al"Li (m@).T^§fecO 
^ i: ji t ^ If & ti § o 
[0136] 

MiB#m-E L -rV xyix-f <DM«fc LTtt. # iJ PI « ^ < . g JS U T M g S f ^ 
Ci;;^)^-et§A^MAa\ TBlixly^hD-^^XJ.No. 765, 2000^1^3)^1 
3 0^. 5 5 ~ 6 2 - t IB « n T l/^ ^ J; 5 S , /-^ 'y 7" T h U X ;V . 7 ^ x 50 



U5; 
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7' h V ^ X jv E timmKm^f ^ n ^ o 

Co 1 3 7] 

M IB ^-^ -y V h u ^ X . m^it. m 3 ic^t ^ o ic. :ff^xmmi z ±1^. s 

i^^K^nicmm-^ nrcm-moiEm i 4 c^o^ti" i t omm) ^wl. ie^i i 4 sv> 

tu)«»t::¥tTt-/b^olE@ 1 4 i: lil&It3^??|Bl icEBS nfc^^©«fefg)fcffl <73 W^^MS 2 

tmm'^(Dn.m2 2^#lt:&§o 

[0 1 3 8] 

mm^^ y h V ^ X/^^-.;l/tc4oV^Tt4. fU^tf . 0 4 t?xt- J; 5 ic. IliJccDiEli l 4 lO 

A^5.&§IE®-7^y3 0 mWL(DMm2 2*^P.a§ftS^^y3 2 i:;^)^"SV^ti:lll&iItT7^ 

lSfefil7tffl©^^^i5*liS 2 4 . 2 6 RZf 2 StmmtLXmmLs ^MmKM It-^ L X ^ 
mE Lm^3 4 *^*IiC#aLTV>§o ^^^'V i^^^T h U ^ X ^WV *5 V^ T . TEU^ ^ > 

3 0fc*5ttSIE@l 4©lOt. miiv-ry3 2t43tt§^^i2 2©l-Qi;t*rL.^S 

MM3 6 t^ici; D«?i^Eni]Pl-5 i:. ^ © ;S ffiB-T § t 0] 

[0 1 3 9] 

MIBT^x-r h U . 0 5 t^f J: 5 fc. :^f^7>S^ 1 2±K. 20 

t ^M^mmK^m-^ ti. ^m^si^mm-^ nrcT f t mm 4 o t. t f t mss 4 0 1 

D MlRrigTS D . 't'fclBB^n/ciE® 1 4 I T 0«S) t^^L. IE 

^mommmmm 2 6Rzf^^^ytm(Dmmmmm 2 s^^l. ^n^ytmo^mwmm 
2 4. m^mytm(D^mmmm 2 6Rzfm^^ftm(D^mmmm 2 8 cnib^^u 
Mo ^ 0 ichxw.m-^ tifcnrnz 2 Lxfj::^, m^^^j^(D^mmmm 2 4 . nfefg 
ytm(D^mmmm 2 e ru^ m^m^m(D^mmmm 2 8 it. ^n^^n. jEiimmm i e . 
mytm 1 8R-cfm=?wsmm 2 o^*bTv>§o 

[0140] 30 

M la 7 ^ r ^' :/ V b U ^ X ^wl/ $3 T fi . m^ii. 0 6 1- J: 5 . II i( ^ 
a n/c^SlI 4 6 i: . IS ¥ tf IS n/cx- ^ ^ -Y y 4 2 RUmWiW'.^^ y 4 4 

tti^s.\^^KW.^Lxmms^mi&hx^<!) . ^mmsicii. 7.4 y^y^'mr f t 4 8 1 
s mmmT F T 5 0 t-b'^mm-^Hxm^if'mm-^nxi^^^o mmwi^s 8fp^mm.^wM 
t. mmu^itx^ -/^y'^m t f t 4 s tmmm t f t 5 0 ttimm'^mtrs^x 

4. 2 6RXI 2 stimmtLxmmL^ mr ^ ^ y ^ h v 7. ^- )v iz x . mum 
Kum-^ nrcMMB 4 6 (D 1 -D t . myj^i^mm-^ rircmm.ii^.m^ ^ y 4 4 ticM m 
mmm 3 8 io-^ i;>mm^B\itar ^ t. ^(on. ^(o^m^^fSLW.^ ^-y ^^mi f 1 

4 8 is^mm ^nt#v^Miffl t f t 5 0 ifmmh. m^mo:>m^ e l 5 2 ;^)^5i7t 40 

[0141] 

*i§HJ3®#liE L X7°l^^(*. m^li. nyk"^-^?. ^Kffl^/T^fl. S''^S/TKf§. 

mmmmm. mmmmm. 3gaM#a^#§. Btit^^ti. *ixy^'^,T^ii. 
fv^^^y ^y h V -y. ^mmmm^ituib tt ^^m^miz^i^^xufmizmmt ^ 

[0142] 
[^ft^lJ] 

j-:^ T . ^^m(Dmmm^mm-r ^if'. * 0^ a c n e. © ^ ^11 m e, pi ^ $ n ^ t £d t (4 50 
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[0 1 4 3] 

7 3 - ;]/ T S ^ ?^ ?^ L . U V :t y~ y a L fc „ ^ © ft . ii © I T O « g ± f;: . T is 
« 3i i!^ ( 1 ) t;: ^ f h U 7 X ^ ;V 7 5 y ( T P D ) 1 0 0 t ;l/ % L . 2 0 t ;V % © 
TIE«l5ii^ (2) t^-ri^7i5?Di/7-y (C u P c) L fc?I-&t|5&. W-^i^^ 1 5 

0 n m J: 9 lc±^^«^tc J: D |gSLTMEiE7LaAS«fi32l«^J^fi)5L/co ^4k\z. 

:=.'>A + yijyigf*: A 1 q3 ) ^^^3i;tO. 1 nm/s^D^f^l^lCT. ff*;^)^50nm 

Ml±t. Al-Li-g-^CLi <0^mm = 0. 5M«%)^^a3iieO. 2nm/s© 

[0 1 4 4] 
[ fb 2 7 ] 



CH3 



HaC 



[0145] 
[fb 2 8 ] 




[0 1 4 6] 

- ^ ffi fi S © iJ £ - 

M 15 IE ?L Se A ii ^ 11 3^ 1 © g a II * ill ^ T § J6 . ^ ffi M 1 t v 

h U y i - ;v 7 5 y ( t p d ) i o o t ;i/ % jt^r L 2 o ^ ;i/ % © I 



T . I T 0 H g ± t 
7:JfO i/7-y (C 



U8; 
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UrcStfilCOl/^T. ^^mcfiT. MSfS^MIt (sloan technology co 
r po r a t i on ^fflV^TSSffl^^&iJ^Lfcilcl^. ^ffili^til OnmJXT 

T'feofco ^*5. )lfttf^mMftC»^i-)Stgtt^ 1 0 n m-efe^o 

S/c. tbK^^JlLT. IT0«g±tfii7^De/7::i:/ (CuPc) 50n 
m £D jp $ i: a § j; 5 K ^ ^ « ?* 1:- M ffl L /c L . 8 OXH 1 Bf H 7 - - ;V ® H ^ 

tT o fc o c 0 7 - - ;l/ $a il b ^ =K o T . Ill «l * ffi li $ ^ iJ ^ L fc i: c 5 . S ffi 
ffi S 3 5 n m -5 o 
[0147] 

immm 2 ) 

-^a E L m^(o\fm- 

mmm I \z^^^x . mm'^^'^xmmmmm^. h u 7x-;vi>"75 y (t ? d) i:ii7 

i5?DS/7::^:/ (CuPc) i:^^n^niOnin«Dff*^T'3SSlcm^^SSlcj:D«ii ( 
CuPc^Bl-eff^^tfaOnm^ TPD^7«-^»X^fi-7 0nin) t^ ff <D ff A'^ 1 

5 0 nm-e h^mmmm. i^-s.mmmTt^ (Di>co:^mmhrco --n. cuP 

c (BOnm) fcTPD (7 0nm) t ^ C (DM^ L fc ^ (D (3SS«l«3gt?«* 

CD ) ^m&LTco cin P. ^ K S 41 tc $5 T . 8 0 °C 1 ^ P5 7 - - ;I/ 5a a ^ L fc o M 
IBiE?L?* AS^Ii3^Ji^)S®ffl$ ^iJS bfc i: C 5 . M^T^tt 2 5 n m. 3 5 n 

m -e -p fc o 

[0148] 

C^SSt^J 3 ) 

^SS^J Uc*3V>r. MieiE?LaX»^fi3MS^, h U 7 x::i;l/i^7 5 y (TPD) i: ^ 7 

i5?Diy7-> (CuPc) tom^m^m^^ri^mLrcjiio IT) my ^ ti-yy =.y (c 
u p c ) 1 0 o^jvvoicML 1 5 ^;v%(D7 ^ V ivmm'E / -^-^m^Lrcm^'^^nm 

«i*tit). 5 0nmi:^i,J:5tC±f^«L. fgE/KSI^yy^ffll/MOmWeS 

^m^mMmm^n-^rco ^©ti. ss^it? s o °c t? i ^^7--;vii[La^?TV^. mibie 
?Laxs«m3^sos®ifi*^aasb;rc i: c 5. mmm.-sf)'^ i o nmJXTT-feofco 

[0149] 

(immm 4 ) 

-^li E L 

^M^J 1 iCfel^T. MiBIE?LaX)i«fi5^S^. h U 7xn;l/i;75 y (T P D) 100 
L 8 €r;V% ©TfB^ji^ (4) ^1" x h 7 x ;V ^ ^/ L fc tl 
^^I^^JStc J: D 2 0 0 n m©l¥*^i::S:§cJ; 9 fcii^LTJ^figLfco tbil^fcLT. MIBiE 

nmxMmmmm^. met p 2 0 0 nmmmhxj^mLrco 

[0 1 5 0] 

[{b 2 9 ] 
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[0151] 

WiMLfct C 5. mmx^lt. «Mffi$7b^ 1 0 n m J-X T S o iTc o ^#OJ:bi^-ett. 4 5 n 
m JX T T:- S o o 

[0152] 

(^j!il?IJ 5 ) 

-#«E Lm=?(Dr?m- 20 

^Jl^J UC*5V^T. MIBIEJiaAjl^lij^B^s b U 7 X n;V~:^7 5 y ( T P D ) 100 
S 1 % M L V to 7j< tf D pi U h ^ ( P M D A ) 0 . 5 a a % i: 4 , 4 ' - i>' 7 5 / 7 x 
-;Vx-'r;V CODA) 0. 5 S * % t: ^ zg-& L fc ?1 ^ t/ ^ 2 0 0 n m O ii t § J; 5 
izmmLXmrnLTco ^i7J<lf^^U^i? CPMDA) i:4. 4* -5/'75/v'7x 

-;i.x-x;v CODA) fctt. nmmici: ommiEm<Dmmvm^Lx :^^v z ¥mm t 

Sfc^ tbiKiiLT, MIBIEJLaAii^llpMli^. tu iH T P D ^ 2 0 0 n m ±i« b T 

CtiS^l 00°C-r-l^P^7x-;l/j!asL. M IBIE ?L ?4 A 1 ^iif ^1 © ^ffi fl ^ ^ iJ ^ L 
rct<l6. mmxii. S ? *M O n m T T S o /-c <. ^# O tbi^ T « . 4 5 n m t(T 
T ^ o fc o 30 
[0 1 5 3] 

t3IE?LfiM1^0Mf3IESg^^i4;i«. tulB X^^rUJt (Tg) ^mi^hX. ^©S® 
ffl S Jt if in -r § C ^ ^ n T $5 D ( T h i n solid films 27 

3, 2 0 2 ( 1 9 9 6 ) ) . Sfc. B9i3jE?LaAjl«li3Mii}i:*5tt§¥?t14fcf§7^^ 
s^i:jb^!g^ti:M#LTV^§Ci:At$g^$tiT*5D(Appl. Phys. Lett. 

56 (9), 799 (1990)). M EiEffig?M« t 43 5 MsE^ffifa * « . ?1 40 

-&tii^aiiT«j;i5?nfc^^cD^?*W'S:Mt3;9'^x!g#rsje (Tg) (Dmmt-r^^t 

iS<X ^ ^Tc^Xh^ o 
[0154] 

(#13 1) iEgRt;mg©Bgtc. nrcW^?iMii*=&LT& D . 
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^mm E L 

(#IB 2 ) 7 5 ^; < i: 1 atDft^ti i: ©?l^t;VJ;b ( 7 5 y ^ : < i: 
lil^ffc^tl) TiM : 1 00-1 00 : lT?S§MiBlti:gBic©W*iEL«^o 

(#13 4) *«{g^^?fb^t/i:teilfb-&tlfc©?l^t;VJ:b (WSfg^^^fb^ti : 
#tl) : 100-1 00 : l-eS^#i3 3te:|Bic©*ilEL^?o 

(#13 7 ) mmm7tK^iir?>^m(Dm^ti^ 2 o n mj^TT'fe§#ie 4 5, e ov^-rn*^ 
ti3m©^a E L 

(#138) Wmfg^^ffc^tl*^ 75^^. y ^ ui^T-ym. ^sjvy ^ V ymRxs^ 
E L 

(#139) mmit-^mt^ pmit-^m^mi^Rxs pmmitm^mi^ij-^^m^-sti^^i^^rj: 

<i:feiaT'S§#l3 3A>B8©v^'rn*^Ji:i3^<D#aEL^?o 20 

(#Ei 0) iEmRnn.m<Dmi^. mm-^nrcmmmmm^mhxrjii^^ m^mmmm 

(#iB 1 1) ^mmmit^mt)\ iiii^mmit^^. mmm^^it-^'^. ftm^^it^m 
Rximm^itit^'^t' ^MiR-^ n^^'prj: < 1 1 v^-rnA^T-s §#13 1 0 Kmmo^mE i 

(#13 12) iLitmmit^mtiK x h 77 u ^ yi?s§#f3 1 iKmm<DmmE 
L m^o 

(#1313) ^«S^'l4{b^tl*n X5i?^-i/MBIty .t°U 'Jr^jS^xxx;!.©!! 30 

^yv-, t°v^)\y-^ymm'e/'^-. *° u 7 5 Fit / v-. .t° u ^ 5 HMflit / v 

- . U 7 5 F ^ 5 F ^ flg t / - . 'J * d< t F 9 F IS |g t / V - . .t° 'J * ;V 4^' y 
1 l*^ai 2©V^-rn;^)^lrf3ic^D#aELm?o 

(#1314) ftm^'^it^'^RXJmm^^it^<^tiK x^l^yS^Wt/ v-. >>n + 

^/•7-J^t;x.i?:^^ t / v-J&^t,M^^n§'>*< lfflT'S§#g3l 1*^5. 

1 3 (Dl/^-rnA^tCiB^©#^ E L 40 

(#13 1 5) jEmRx^MmomK. mm-^Hrc^mmmm^^Lxrj:io\ m^mmmm 
K^if:s,m5miEmtmt^iEmmmmi}\^-'mm\f^x^'^^-yitttirc!it^wmtt 

^mmE L m^o 

(#13 1 6) A^-y^bA^ m^VzRxsi^^^vi(D\.^tn-b^izrj:-^tircitmi 5\zmm<D 

E L 
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